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DEVELOPMENT OF A NON-MAGNETIC, STABLE, 
CADMIUM ELECTRODE FOR SILVER-CADMIUM CELLS 

by 

S. Lerner  and S. Cha r l i p  

ABSTRACT 

The o b j e c t i v e s  of t h i s  program were t h e  development of a  non- 
magnet ic ,  cadmium e l e c t r o d e ,  which has s t a b l e  c a p a c i t y  f e a t u r e s  
dur ing  cyc l ing ,  f o r  use  i n  a  silver-cadmium c e l l .  

Seve ra l  f a b r i c a t i n g  techniques were used inc luding  p a s t i n g ,  
p r e s s i n g ,  and impregnating cadmium s a l t s  i n t o  s i n t e r e d  s i l v e r  plaques.  
The raw m a t e r i a l s  under i n v e s t i g a t i o n  were commercial cadmium oxide 
and Gulton produced cadmium hydroxide. The e l e c t r o d e  combination which 
gave t h e  b e s t  r e s u l t s  was a  compound of t e f l o n  and cadmium hydroxide 
which had been hea t  cured and pressed onto a  s i l v e r  sc reen .  I n i t i a l  
u t i l i z a t i o n  of t h e s e  e l e c t r o d e s ,  on e a r l y  c y c l e s ,  yielded b e t t e r  than  
80% of t h e o r e t i c a l  capac i ty .  This u t i l i z a t i o n  s t a b i l i z e d  t o  approxi-  
mate ly  65% on continued cyc l ing .  This  va lue  compares wi th  less than  
40% f o r  cadmium e l e c t r o d e s  p r e s e n t l y  i n  u s e  i n  t h e  silver-cadmium 
s ys tem. 

Silver-cadmium c e l l s ,  of 5 Ah c a p a c i t y ,  were f a b r i c a t e d  from t h e  
t e f l o n a t e d  cadmium hydroxide e l e c t r o d e s  and placed on a  cyc l ing  
regime of 24 hour o r b i t  (22.8 hour charge and 1.2 hour d i s cha rge )  
a t  50% depth  of d i scharge .  Ten c e l l s  have completed an average of 
362 cyc l e s  ( f i v e  a t  342 and f i v e  a t  382) a s  of t h e  end of t h e  program, 
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The objec t ives  of t h i s  program were t h e  development of a  non- 
magnetic, cadmium e lec t rode  which has s t a b l e  capaci ty  f ea tu res  during 
cycl ing ,  f o r  use i n  a  silver-cadmium c e l l .  

Several  f a b r i c a t i n g  techniques were used, including pas t ing ,  
press ing ,  and impregnating cadmium s a l t s  i n t o  s in te red  s i l v e r  plaques. 
The raw mate r i a l s  under inves t iga t ion  were commercial cadmium oxide 
and Gulton produced cadmium hydroxide. 

Preliminary t e s t i n g  of these  e lec t rodes  i n  negative l imi t ing  
nickel-cadmium c e l l s  eliminated fu r the r  evaluat ion of pasted e lec-  
t rodes ,  due t o  poor mechanical s t r eng th  and d i f f i c u l t i e s  i n  f ab r i ca t ion .  

Further  evaluat ion  of e lec t rodes  i n  silver-cadmium c e l l s  showed 
t h a t  the  Cd(0H) impregnated s in te red  s i l v e r  e l ec t rode  was not  a  

2 p r a c t i c a l  negative, s ince  c e l l s  could not  be made p o s i t i v e  l imi t ing  
and f a i l e d  e a r l y  i n  cycling due t o  severe s i l v e r  migration. 

The e lec t rode  combination which gave the  bes t  r e s u l t s  was a com- 
pound of Teflon and cadmium hydroxide which had been heat  cured and 
pressed onto a s i l v e r  screen. I n i t i a l  u t i l i z a t i o n  of these  e lec t rodes ,  
on e a r l y  cycles ,  yielded b e t t e r  than 80% of t h e o r e t i c a l  capacity.  This 
u t i l i z a t i o n  s t a b i l i z e d  t o  approximately 65% on continued cycling.  This 
value compares with l e s s  than 40% f o r  cadmium elec t rodes  p resen t ly  i n  
use  i n  the  silver-cadmium system. 

Silver-cadmium c e l l s  of 5 Ah capaci ty  were fabr ica ted  from the  
tef lonated  cadmium hydroxide e lec t rodes  and placed on a cycl ing  regime 
of 24 hour o r b i t  (22.8 hour charge and 1.2 hour discharge) a t  50% 
depth of discharge. Ten c e l l s  have completed an average of 362 cycles 
( f i v e  a t  342 and f i v e  a t  382) as of the  end of the  program. 



IT, JNTRODUCTIOW 

Silver-cadmium b a t t e r i e s  have been succes s fu l ly  used i n  many aerospace 
a p p l i c a t i o n s .  The silver-cadmium b a t t e r y  has an advantage over o t h e r  
b a t t e r i e s  used i n  s i m i l a r  app l i ca t ions  i n  i t s  a b i l i t y  t o  d e l i v e r  h ighe r  
c a p a c i t i e s  per  u n i t  of weight.  It has good cyc le  l i f e  c a p a b i l i t i e s  
under moderate condi t ions  of u s e ,  It can opera te  i n  t h e  sea led  cond i t i on  
and can be cons t ruc ted  from non-magnetic m a t e r i a l s ,  a  p r e r e q u i s i t e  f o r  
many space programs. 

The two main disadvantages of t h e  silver-cadmium system have t o  do 
wi th  the  negat ive  e l e c t r o d e ,  The f i r s t  has t o  do wi th  t h e  manufacturing 
q u a l i t y  and r e l i a b i l i t y ,  which cannot always be obtained from non-uniformly 
vendor produced cadmium oxide (CdO). The l a t t e r  leads  t o  nega t ive  l i m i t i n g  
c e l l s  which reduce t h e  c e l l ' s  c a p a c i t y  a f t e r  a  number of c y c l e s ,  I n  
add i t i on  t o  reducing t h e  capac i ty ,  t h i s  fad ing  phenomenon o f t e n  c o n t r i b u t e s  
t o  c a t a s t r o p h i c  b a t t e r y  f a i l u r e  due to- hydrogen evolu t ion  i n  t he  nega t ive  
l i m i t i n g  c e l l s .  

The o b j e c t i v e s  of t h i s  program were t h e  development of a  s t a b l e  
cadmium e l e c t r o d e  wi th  t h e  fol lowing p r o p e r t i e s :  

1. Produced from non-magnetic m a t e r i a l s  

2. To have s t a b l e  capac i ty  f e a t u r e s ,  wi th  l i t t l e  fad ing  beyond t h e  
i n i t i a l  d rop-of f ,  

3 .  To be capable of being reproduced wi th  manufacturing techniques.  

These e l e c t r o d e s ,  once developed, w i l l  be used i n  t h e  c o n s t r u c t i o n  of 
non-magnetic silver-cadmium c e l l s  f o r  aerospace app l i ca t ions .  

P r i o r  t o  t h e  s t a r t  of t h i s  program, cadmi.~m e l ec t rodes  e x i s t e d .  The 
s t a t e - o f - t h e - a r t  of such e l ec t rodes  i n  t h e  b a t t e r y  indus t ry  can be  sum- 
marized as  follows: 

Pocket and Tubular Elec t rodes  - The e a r l i e s t  cadmium e l e c t r o d e s ,  
developed by Junger ,  were e l ec t rodepos i t ed .  Af t e r  Edison en tered  the  
s to rage  b a t t e r y  f i e l d ,  he invented t h e  tubu la r  e l ec t rode .  The pocket 
e l ec t rode  and t h e  tubular  e l ec t rodes  both u t i l i z e  i r o n  o r  s t e e l  t o  con- 
t a i n  t h e  a c t i v e  m a t e r i a l .  These e l ec t rodes  a r e ,  of course,  magnetic,  

S in t e red  Elec t rodes  - The s i n t e r e d  p l a t e  nickel-cadmium c e l l  u t i l i z e s  
t h i s  kind of e l ec t rode .  Nickel powder i s  s i n t e r e d  onto a  g r i d ,  The n i c k e l  
s i n t e r  ranges from 70% t o  80% porous, Cadmium s a l t s  a r e  impregnated i n t o  
t h e  pores of t he  s i n t e r  and converted t o  Zd(OHj2, These e l ec t rodes  a r e  
capable o f  high r a t e  d ischarge ,  bu t  a r e  magnetic because of t h e  n i c k e l ,  
and have a low ampere-hour per  u n i t  volume because 50% o f  t he  e l e c t r o d e  
i s  i n a c t i v e  s i n t e r .  



Pasted Elec t rodes  - This  e l e c t r o d e  i s  manufactured by p a s t i n g  a  s l u r r y ,  
c o n s i s t i n g  of cadmium oxide o r  hydroxide, s i l v e r  and b inders  onto a con- 
duc t ive  s u b s t r a t e  with subsequent press ing  t o  t h e  des i r ed  th ickness  and 
d e n s i t y ,  The u t i l i z a t i o n  of such e l ec t rodes  i s  f a i r l y  low compared t o  t he  
s i n t e r s ,  bu t  t h e  t h e o r e t i c a l  capac i ty  per  u n i t  volume i s  s u f f i c i e n t l y  g r e a t  
t o  compensate f o r  t h e  low u t i l i z a t i o n .  However, t hese  e l ec t rodes  e x h i b i t  
t h e  e f f e c t s  of severe  capac i ty  fad ing  a s  cyc l e  l i f e  progresses .  

Pressed Elec t rodes  - The pressed e l ec t rode  i s  produced by d r y  p re s s ing  
a  mixture of cadmium oxide o r  hydroxide, s i l v e r  and b inders  onto  a  con- 
duc t ive  s u b s t r a t e .  

A t  t h e  s t a r t  of t he  c o n t r a c t ,  t he  s tandard  Gulton non-magnetic e l ec -  
t r o d e  was of t h e  pressed type. The a c t i v e  m a t e r i a l  was a  mixture  of 
CdO and Cd(OH)2 i n  t h e  r a t i o  of 3:l with  5% s i l v e r  powder. The Cd(OH)2 
a c t s  a s  an a c t i v e  binder  which e l imina te s  t h e  need f o r  i n a c t i v e  organic  
b inde r s .  The u t i l i z a t i o n  of t h e o r e t i c a l  capac i ty  i s  i n i t i a l l y  t h e  same 
as  t h e  pasted e l e c t r o d e .  I t s  green s t r e n g t h  i s  b e t t e r  than  t h e  pasted 
e l e c t r o d e  and it fades much l e s s  on cyc l ing .  

To achieve a  s t a b l e  non-magnetic e l e c t r o d e ,  we i n v e s t i g a t e d  s tandard 
types of pressed  e l e c t r o d e s ,  pas ted  e l e c t r o d e s ,  and e l ec t rodes  i n  which 
t h e  cadmium hydroxide i s  impregnated i n t o  a  porous s i n t e r e d  s i l v e r  body, 
and pressed e l e c t r o d e s  wi th  a  Tef lon  inorganic  b inder .  



I L L ,  

A .  PRELIMINARY EVALUATION 

The pre l iminary  eva lua t ion  cons is ted  of f a b r i c a t i n g  s e t s  of e l e c t r o d e s  
by four  (4) d i f f e r e n t  techniques and determining t h e  capac i ty  u t i l i z a t i o n  
and degrada t ion  a s  a  func t ion  of f i v e  "C" r a t e  charge and d ischarge  c y c l e s .  

1. Pasted Elec t rodes  

a.  Fab r i ca t ion  and Tes t ing  

Three s e t s  of p a s t e  e l ec t rodes  each of t h e  A [3~d0:Cd(OH)~],  
B [ c ~ o : c ~ ( o H ) ~ ] ,  and C CdO: 3Cd(OH) were f a b r i c a t e d  t 
from water  s l u r r i e s  of t h e  above were pasted 
onto s i l v e r  s u b s t r a t e s  and then pressed a t  1.8 t ons / sq .  i n .  They 
were then d r i e d  and weighed t o  ob ta in  t h e i r  t h e o r e t i c a l  c a p a c i t i e s .  
Upon dry ing ,  t h e  B and C p l a t e s  appeared t o  be almost completely 
converted t o  Cd(OH)2, s i n c e  they  had become almost completely whi te  
i n  c o l o r ,  while  t h e  A p l a t e s  became very  l i g h t  i n  co lo r .  

X-ray d i f f r a c t i o n  ana lys i s  confirmed t h e  f a c t  t h a t  t h e  c o l o r  
changes were due t o  t h e  hydro lys is  of t h e  CdO t o  Cd(OH)2. The r a t e  
of t h i s  hydro lys is  was found t o  be dependent upon t h e  amount of 
hydroxide p re sen t  i n  t h e  o r i g i n a l  p a s t e  mixture and could be 
acce l e ra t ed  by add i t i ons  of KOH. This  causes some problem i n  
a s c e r t a i n i n g  t h e  t h e o r e t i c a l  c a p a c i t i e s ,  s i n c e  the  hydro lys is  
r eac t ions  make it d i f f i c u l t  t o  determine the  a c t u a l  r a t i o  of 
CdO:Cd(OH)2. Theore t i ca l  capac i ty  was then  ca l cu la t ed  a s  i f  t h e  
a c t i v e  m a t e r i a l s  were a l l  Cd(OH)2. 

The e l ec t rodes  were given a  formation cyc le  of 200 mA charge 
f o r  34 hours ,  followed by a  400 mA discharge  t o  0.0 v o l t s  a g a i n s t  
a  charged NiOx re fe rence .  They were then  put  through f i v e  C / 1  
r a t e  charge ld ischarge  cyc les  t o  determine Cd u t i l i z a t i o n .  
Tables I and I1 show t h e  formation cyc le  d a t a  and C r a t e  u t i l i z a -  
t i o n  d a t a  r e s p e c t i v e l y .  

TABLE I. - ) 

I ELECTRODE I CAPACITY THEORETICAL CAP. I PERCENT OF 



TABLE 11. - 

b. Shedding Tes t  

Shedding t e s t s  were performed by p l ac ing  an e l e c t r o d e  between 
two porous p l a t e s  i n  a  beaker of KOH and cyc l ing  f i v e  t imes a t  t h e  
~ / 1  r a t e .  Af t e r  cyc l ing  t h e  e l e c t r o l y t e  was f i l t e r e d  and t h e  
r e s i d u e  d r i e d  and weighed. Table 111 gives  t he  r e s u l t s  f o r  t h e  
pas ted  e l e c t r o d e s .  

TABLE III. - SHEDDING TEST DATA (Pasted Elec t rodes)  

The pas ted  e l ec t rodes  which were t e s t e d  up t o  t h i s  p o i n t  d i d  n o t  
seem t o  hold  much promise. The i r  f a b r i c a t i o n  could not  be c l o s e l y  
c o n t r o l l e d ,  t h e i r  green s t r e n g t h  was poor ,  and they  exh ib i t ed  low 
capac i ty  u t i l i z a t i o n .  The l o s s  of m a t e r i a l s  due t o  shedding made 
any f u t u r e  t e s t i n g  needs unnecessary. 

2 .  Pressed Elec t rodes  

a. F a b r i c a t i o n  & Tes t ing  

S i x  pressed  powder e l e c t r o d e s  were fabricated-- two each of t h e  
formulat ions 3Cd0 : Cd(OH)2 (A t y p e ) ;  CdO:Cd(OH)2 (B type); and 
CdO: 3Cd(OH)2 (C type ) .  Each e l e c t r o d e  had 5% Ag powder a s  a  
conduct ive d i l u e n t .  

The e l e c t r o d e s  were pressed a t  7 t ons / in2 .  

The formation procedure cons i s t ed  of a  200 mA charge (w ~110) 
f o r  34 hours and a 400 bnA discharge  t o  0 - 0  v o l t s ,  u s ing  a NiOx 
r e f e rence  e l e c t r o d e ,  The r e s u l t s  a r e  shown i n  Table I V .  



TABLE I V .  - 1 

Af te r  formation,  t h e  t h r e e  types  of e l e c t r o d e s  were given 
f i v e  C-ra te  c y c l e s ;  i . e . ,  a  C r a t e  charge f o r  70 minutes and a  
C-ra te  d i scharge  t o  0 .0  V a g a i n s t  t h e  NiOx r e f e r e n c e  e l e c t r o d e .  
These r e s u l t s  a r e  shown i n  Table  V.  

TABLE V.  - C-RATE UTILIZATION (Pressed Elec t rodes)  

On t h e  b a s i s  of t h e s e  r e s u l t s ,  t h e  "C" type  [ C ~ O  : 3Cd(OH)2] 
e l e c t r o d e s  were chosen f o r  f u r t h e r  s tudy .  These e l e c t r o d e s  were 
s t a b l e  over t h e  5 cyc l e  t e s t  a t  t h e  ~ / 1  r a t e  and y ie lded  about 

b. Shedding T e s t  

The shedding t e s t s  were performed a s  p rev ious ly  descr ibed .  
Table  V I  i n d i c a t e s  t h e  r e s u l t s  o f  t h e s e  t e s t s .  

TABLE V I  . - 

Compared w i t h  t h e  p a s t e d  e l e c t r o d e s ,  t h e  shedd ing  l o s s e s  were  
minimal,  



c .  Addi t iona l  Eva lua t ion  

Since t h e  pre l iminary  i n v e s t i g a t i o n s  i nd i ca t ed  promising r e s u l t s ,  
f u r t h e r  eva lua t ions  were c a r r i e d  o u t ,  

U t i l i z a t i o n  A s  A func t ion  of P re s su re  

Three s e t s  of two e l e c t r o d e s  were f a b r i c a t e d .  Each s e t  
was pressed a t  a  d i f f e r e n t  p r e s su re .  The e l ec t rodes  were 
then  given a  formation cyc l e ,  a f t e r  which t h e  ~ / 1  r a t e  Cd u t i l -  
i z a t i o n  t e s t s  were run. Tables V I L  and V I I I  g ive  t h e  formation 
c y c l e  d a t a  and Cd u t i l i z a t i o n  d a t a ,  r e s p e c t i v e l y .  

TABLE V I I .  - FORMATION CYCLE DATA (Pressed P l a t e s )  

TABLE V I I I .  - Cd UTILIZATION DATA (Pressed P l a t e s  

f  ( Pres su re  ) 

The r e s u l t s  of t he se  t e s t s  i n d i c a t e  t h a t  t h e  u l t i m a t e  u t i l -  
i z a t i o n  of t h e  e l e c t r o d e  i s  no t  s i g n i f i c a n t l y  a f f e c t e d  by 
any of  t h e  e l e c t r o d e  f a b r i c a t i o n  p re s su re s  used.  

Pressed powder e l ec t rodes  were made wi th  vary ing  q u a n t i t i e s  
o f  s i l v e r  powder, The s i l v e r  powder a c t s  as  a  conductive d i l u e n t  
and a l so  a i d s  irz oxygen recombinatiorn, Three sees  of t h r ee  i f C ' i  
e l e c t r o d e s  each were made, having 5 , 0 ,  7 , 5 ,  and 10,0% s i l v e r  
powder r e s p e c t i v e l y  (Bandy Sc Harmon Silpowder 150) ,  The "C" type  



e l e c t r o d e s  have CdO and Gd(OHj2 i n  t he  r a t i o  of l : 3 ,  

The e l ec t rodes  were given t h e  normal formation' c y c l e  and 
then t h e  Cd u t i l i z a t i o n  t e s t s  were run a t  t h e  C / l  r a t e ,  

Tables I X  and X g ive  the  formation cyc le  and Cd u t i l i z a t i o n  
d a t a  r e spec t ive ly .  

TABLE I X .  - FORMATION CYCLE DATA (% Ag Powder) 

TABLE X - Cd UTILIZATION DATA (Ag Powder) 

These r e s u l t s  i n d i c a t e  t h a t  t h e  u t i l i z a t i o n  i s  no t  dependent on 
t h e  amount of s i l v e r  powder used as  t h e  conductive d i l u e n t  i n  
t h i s  experiment. Indeed, i t  may be poss ib l e  t o  e l imina te  t h e  
s i l v e r  i n  c e l l s  where oxygen recombination i s  no t  a  f a c t o r  
(vented c e l l s ) .  

I n  an at tempt  t o  i nc rease  t h e  u t i l i z a t i o n  of t h e  pressed  
e l ec t rodes  i n  excess  of t h e  40% a t  the  c/I discharge  r a t e ,  an 
at tempt  was made t o  i nc rease  po ros i ty .  I n  order  t o  i nc rease  
t h e  po ros i ty  of t h e  pressed e l e c t r o d e s ,  var ious percentages of 
c r y s t a l l i n e  KOH were added t o  t h e  e l e c t r o d e  formulat ions.  



Three groups c o n s i s t i n g  of t h r e e  e l e c t r o d e s  p e r  group 
were f ab r i ca t ed  u s i n g  t h e  r a t i o  of GdO: 3Cd(OH)2, The f i r s t  
group of  t h r e e  contained 5% c r y s t a l l i n e  KOB; t he  second 
group 10%; and t h e  t h i r d  group 15%. The e l e c t r o d e s  a l s o  
contained 10% s i l v e r  powder, 

The e l e c t r o d e s  were formed by charging a t  200 mA f o r  
34 hours and d ischarg ing  a t  500 mA t o  0 .0  V versus a n i c k e l  
oxide r e fe rence  e l e c t r o d e .  The formation d a t a  a r e  shown 
i n  Table X I .  

TABLE X I .  - ELECTRODE COMPOSITION, THEORETICAL CAPACITY 
& FORMATION CAPACITY 

A f t e r  t h e  formation cyc le ,  t h e  e l e c t r o d e s  were given 
f i v e  ~ / 1  r a t e  cyc l e s ;  i . e . ,  a 2 . 3  A charge f o r  70 minutes 
and a 2.3 A discharge  t o  0.0 V ,  versus a n i c k e l  ox ide  
r e fe rence  e l ec t rode .  These d a t a  a r e  shown i n  Table X I I .  

TABLE X I I .  - CYCLING DATA 

C RATE 



The d a t a  shows a  f i r s t  cyc le  u t i l i z a t i o n  of from 4 t o  7% 
g r e a t e r  (except f o r  two e l ec t rodes )  than  the  same e l ec t rodes  
without  KOH. However. by the  t h i r d  c y c l e .  the  u t i l i z a t i o n  
has dropped t o  t he  l e v e l  of the  pressed p l a t e  without KOH. 
I n  a d d i t i o n ,  a phys ica l  examination showed t h a t  t he  e l e c t r o d e  
m a t e r i a l  had poor adhesion t o  the  s u b s t r a t e .  

No f u r t h e r  u se  was made of t he  s o l u b l e  f u g i t i v e  method f o r  
i nc reas ing  e l ec t rode  po ros i ty .  

3. Cd(OH)2 Impregnated S in tered  S i l v e r  Elec t rodes  

a .  Fab r i ca t ion  of Porous S i n t e r s  

The u s e  of s i n t e r i n g  was employed us ing  s i l v e r  powder t o  pro- 
duce a  non-magnetic porous c a r r i e r  which could be impregnated wi th  
cadmium s a l t s .  

S i l v e r  powder was compacted i n  a  mold wi th  an expanded s i l v e r  
s u b s t r a t e  i n  t h e  c e n t e r  and heated t o  a  po in t  of agglomeration of 
s i l v e r  p a r t i c l e s .  Con t ro l l i ng  po ros i ty  l e v e l s  was considered a  
major s t e p  i n  t h i s  development. 

I n i t i a l  t e s t s  cons is ted  of compacting a  s i l v e r  powder i n  a  mold 
t o  a  d e n s i t y  of 4 .0 t o  5.0 gm/cc, then s i n t e r i n g  a t  1 2 0 0 ' ~  i n  a  
continuous feed s i n t e r i n g  furnace.  The r e s u l t a n t  s i n t e r s  were 
found t o  be  too  dense f o r  u se  a s  c a r r i e r s .  

The l e v e l  of p o r o s i t y  of t he  s i n t e r  was determined by s a t u r a t i n g  
t h e  s i n t e r  with to luene .  Toluene was used because of i t s  moderate 
b o i l i n g  p o i n t ,  low s u r f a c e  t ens ion  and low v i s c o s i t y .  These pro- 
p e r t i e s  permit r ap id  pene t r a t ion  i n t o  smal l  pores  and a  ?low r a t e  of 
evaporat ion.  

Subsequent a t tempts  were made us ing  organic  extenders  mixed i n  
wi th  t h e  s i l v e r  powder. A composition of 25 t o  30% p a r a f f i n  wax 
wi th  s i l v e r  powder, when s i n t e r e d ,  produced c o n s i s t e n t  and continuous. 
e l ec t rodes  with p o r o s i t i e s  ranging between 68 and 74%. The wax was 
pyrolyzed during s  i n t e r i n g  . 
b.  Impregnation 

S in t e red  s i l v e r  plaques of t he  d e s i r e d  p o r o s i t y  were prepared 
by f i r i n g  a  mixture of s i l v e r  and wax a t  t h e  s i n t e r i n g  temperature 
of s i l v e r .  The py ro lys i s  of t h e  wax l e f t  t h e  des i r ed  po ros i ty .  

The s i n t e r e d  plaques were vacuum impregnated with Cd(N03j2 
s o l u t i o n  and converted with cold KOH t o  t he  hydroxide. The amount 
of Cd(OK)2 pickup ranged from 2 , 8  g ( 1  ampere-hour) t o  3.5 g 
(m l , 2 5  Ah) ,  Nine such e l ec t rodes  were prepared and t e s t e d ,  

The n ine  e l ec t rodes  were formed by charging a t  150 mA f o r  
24 hours and subsequent d i scharg ing  a t  500 mA. The formation 
c a p a c i t i e s  a r e  shown i n  Table X E I E .  

- 10- 



TABLE XI11 - FORMA%ION CYCLE DATA 

1 ELECTRODE THEORETICAL CAP.  

1.07 
1.15 
1.00 
1.05 
1.13 
1.25 
1.00 
1.17 
1.14 

- 
F O W T I O N  CAP.  

.75 

.59 

.75 

.58 

.86 

.90 

.79 

.89 

.66 

PERCElVT 
U T I L I Z A T I O N  

69.5 
51.2 
75.0 
55.3 
76.5 
72.0 
79.0 
75.5 
58.0 

A f t e r  formation,  t h e  e l e c t r o d e s  were cycled a t  t h e  ~ / 1  r a t e  
t o  an end of d i scharge  vo l t age  of 0.0 V versus  a  NiOx r e fe rence  
e l e c t r o d e .  These d a t a  a r e  shown i n  Table X I V .  

TABLE X I V .  - CYCLING DATA - ~ / 1  RATE 

As evidenced by Table X I V ,  t h e  u t i l i z a t i o n  of t h e  impregnated 
s i n t e r e d  s i l v e r  e l e c t r o d e  i s  g r e a t e r  than t h a t  of t h e  pressed  
e l e c t r o d e s .  Because of t h e  weight and volume of t he  s i l v e r  
s i n t e r ,  t h e  capac i ty  per  u n i t  weight and volume i s  l e s s  than  f o r  
t h e  pressed  p l a t e s .  However, t h e s e  e l ec t rodes  were s t i l l  of 
s u f f i c i e n t  i n t e r e s t  t o  c a r r y  them i n t o  t h e  next  phase of t h e  
eva lua t ion .  

4 .  Development of Teflonated Cd(OH)2 Elec t rodes  

Or ig ina l  experimentat ion of pressed e l ec t rodes  ind ica t ed  t h a t  pure 
CdO would n o t  adhere t o  a  s u b s t r a t e .  It was, a t  t h a t  t ime,  t h a t  Cd(OH)2 
was admixed wi th  t h e  CdO as an a c t i v e  b inde r ,  As use  of Tef lon  i n  
f a b r i c a t i o n  of z inc  oxide e l ec t rodes  was succes s fu l  i n  t h i s  l abo ra to ry ,  
i t  was decided t o  i n v e s t i g a t e  t h i s  method wi th  the  non-magnetic cadmium 
electrode, 



a .  Method of Fab r i ca t ion  

The r e q u i s i t e  amount of Cd(OH)* was weighed o u t ,  t o  which was 
added s i l v e r  powder t o  t h e  ex t en t  of 5% by weight.  To the Cd(OH)2, 
Ag powder was added, 5% by weight of Dupont P-30 Teflon emulsion 
(60.7% s o l i d s ) ,  The mix was formed i n t o  a  pas t e  by adding d i s t i l l e d  
water .  The pas t e  was thoroughly mixed and then d r i e d  a t  70°C. 
Af t e r  dry ing ,  t h e  mix was cured a t  2 7 5 " ~  f o r  20 minutes.  Af te r  
cur ing ,  t h e  mix was s ieved  through a  40 mesh screen  and then  pressed  
i n t o  e l ec t rodes .  

b .  Tes t ing  

(1) 5% Ag - 5% Tef lon  

Three e l ec t rodes  were f a b r i c a t e d ;  each had a  t h e o r e t i c a l  
capac i ty  of 2.26 Ah. Formation cons i s t ed  of a  12/10 charge f o r  
24 hours and a  500 mA discharge.  These r e s u l t s  a r e  shown i n  
Table XV. Af te r  formation, t he  c e l l s  were subjec ted  t o  f i v e  
~ / 1  r a t e  cyc l e s ;  i . e . ,  a  ~ / 1  r a t e  charge f o r  70 minutes and a  
C r a t e  discharge.  These r e s u l t s  a r e  shown i n  Table XVI. 

TABLE XV. - FORMATION CYCLE 

TABLE X V I .  - c / I  RATE CYCLING 

Af te r  t h e  high r a t e  cyc les  were complete, two a d d i t i o n a l  low 
r a t e  d ischarge  cyc les  were performed. I n  each case ,  t h e  d ischarge  
r a t e  was 500 mA; however, t h e  charge r a t e  d i f f e r e d ,  In  the  f i r s t  
case  i t  was 6/10 f o r  24 hours and i n  t he  second i t  was 6 / l  f o r  
70 minutes ,  These r e s u l t s  are  shown in. Ta,hLe X V I E ,  



TABLE X V I L ,  - 

These r e s u l t s  c l e a r l y  i nd ica t ed  t h a t  t h e  t e f l o n a t e d  Cd(OH)2 
e l ec t rodes  were f a r  supe r io r  t o  any o t h e r  e l ec t rodes  prepared under 
t h i s  program. I n  f a c t ,  u t i l i z a t i o n  d a t a  as  determined by t h e  pre-  
l iminary  t e s t i n g  ind ica t ed  t h a t  t h e i r  u t i l i z a t i o n  i s  on a  pa r  wi th  
Cd(OH)2 impregnated n i c k e l  s i n t e r  e l e c t r o d e s  a s  used i n  he rme t i ca l ly  
s ea l ed  nickel-cadmium c e l l s .  Because of t h i s ,  t h e i r  ampere-hour 
capac i ty  per  u n i t  weight and volume exceed t h a t  of t h e  n i c k e l  s i n t e r  
e l ec t rodes .  

A t y p i c a l  d i scharge  a t  t he  2  hour r a t e  i s  shown i n  F igure  1. 

Because of t h e  h i g h l y  promising r e s u l t s  obtained so  f a r ,  f u r t h e r  
experimentat ion was i n i t i a t e d  t o  determine t h e  e f f e c t s  of varying 
t h e  s i l v e r  and Tef lon  b inder  con ten t s .  

(2)  10% Ag - 5% Tef lon  

Four e l ec t rodes  were f a b r i c a t e d ,  each wi th  a  t h e o r e t i c a l  c a p a c i t y  
of 2.12 Ah. Formation cons is ted  of a  C/10 charge f o r  24 hours  and 

' a  500 mA discharge .  These r e s u l t s  a r e  shown i n  Table X V I I I .  A f t e r  
i . e . ,  a  

e  r e s u l t s  
a r e  shown i n  Table XPX. 

TABLE X V I I I .  - FORMATION CYCLE 

TABLE X I X .  - C U T E  CYCLING 





The r e s u l t s  i n d i c a t e  t h a t  i n i t i a l l y  t h e  CIl r a t e  u t i l i z a t i o n  
i s  h igher  with 10% s i l v e r  than with 5%; t h e  u l t i m a t e  u t i l i z a t i o n  
i s  about t h e  same, Therefore ,  t h e  5% Ag would be p r e f e r r e d ,  
s i n c e ,  f o r  t h e  same weight and u t i l i z a t i o n ,  t he  e l e c t r o d e ' s  
capac i ty  i s  g r e a t e r  and t h e r e  appears t o  be l e s s  t rend  f o r  the 
capac i ty  t o  decrease  over t h e  5 cycles  a t  t h e  ~ / 1  r a t e  a f t e r  
formation. 

(3)  15% Ag - 5% Tef lon  

Three e l ec t rodes  were f a b r i c a t e d ;  each had a  t h e o r e t i c a l  
capac i ty  of 2.01 Ah. Formation cons i s t ed  of a  ~ / 1 0  charge f o r  
24 hours and a 500 rnA discharge .  These r e s u l t s  a r e  shown i n  
Table XX. Af te r  formation,  t he  c e l l s  were subjec ted  t o  f i v e  
C r a t e  cyc l e s ;  i . e . ,  a  C r a t e  charge f o r  70 minutes and a  C r a t e  
d i scharge .  These r e s u l t s  a r e  shown i n  Table XXI .  

TABLE XX. - FORMATION CYCLE 

TABLE XXI.  - C RATE CYCLING 

The r e s u l t s  mi r ro r  those  of e l ec t rodes  wi th  10% s i l v e r ,  i n  
t h a t  t h e  e x t r a  s i l v e r  powder over 5% does no t  achieve anything 
except  lower capac i ty  and higher  cos t .  

A mixture of Cd(0H) , 5% Ag and 2-112% Tef lon  was prepared,  
This  mix ture  was not  adgerent  t o  t he  s u b s t r a t e  a t  normal fab- 
r i c a t i n g  p re s su res .  



The r e s t i l t s  of t h e  preceding experiments indiicated t h a t  t he  
most favorable  composition, from a  c o s t  and performance viewpoint,  
was the  5% s i l v e r ,  5% Teflon emulsion combination, 

On t h e  b a s i s  of t h e  d a t a  obtained i n  t h e  pre l iminary  eva lua t ion  
phase of t h e  wo , t h r e e  types of e l e c t r o d e s ,  t he  s tandard  pressed  
[3~d0 : l C d ( 0 H ) ~  , t h e  Cd(OH)2 impregnated s i l v e r  s i n t e r s ,  and t h e  
t e f l o n a t e d  Cd(OH)2 were chosen f o r  t h e  next  l e v e l  of experimentat ion 
which cons i s t ed  of f a b r i c a t i n g  and cyc l ing  nega t ive  l imi t ed  n i cke l -  
cadmium c e l l s .  

B. EVALUATION OF NEGATIVE ELECTRODE MATERIALS I N  NICKEL-CADMIUM CELLS 

1. C e l l  F a b r i c a t i o n  

I n  t h i s  phase of t h e  program, t e n  c e l l s  of each of t he  cadmium e l e c t r o d e  
types which appeared t o  be t h e  most promising, from t h e  pre l iminary  
eva lua t ion ,  were f a b r i c a t e d  i n t o  negat ive  l i m i t e d  nickel-cadmium c e l l s .  
The e l e c t r o d e  types chosen were: 

a .  Teflonated Cd(OH)2 
b. Cd(OH)2 impregnated s i l v e r  s i n t e r s  
c .  The mixture 3Cd(OH)2 : lCdO 
d. The mixture  lCd(OH)2 : 3Cd0 - The Gulton "Standard" Elec t rode  

2. C e l l  Tes t ing  

The c e l l s  were placed on a  cyc l ing  regime wi th  a  90 minute o r b i t  f o r  
200 cyc le s  o r  u n t i l  f a i l u r e .  

F ive  c e l l s  of each type  were cycled a t  50% depth-of-discharge and 
t h e  remaining f i v e  were cycled a t  75% depth-of-discharge.  

a.  Formation Procedure 

The formation procedure cons is ted  of a  ~ / 1 0  cha+ge f o r  24 hours  
and a  ~ / 2  d ischarge  t o  0.9 V per  c e l l .  

(1 )  C e l l s  With Teflonated Cd(OH)2 Elec t rodes  

The t e n  c e l l s  f a b r i c a t e d  ( Nos. 1-10) were of VO-6 s i z e  
( s tandard  Gulton nickel-cadmium sea led  c e l l ) ,  approximately 
2" x  2" e l e c t r o d e  s i z e .  Each p o s i t i v e  was 0.030" t h i c k  and 
each negat ive  was 0.050" t h i c k .  

The t h e o r e t i c a l  nega t ive  capac i ty  was ca l cu la t ed  a t  4 . 5  Ah. 

Ten c e l l s  (Nos. 11-20) were f a b r i c a t e d  us ing  Cd(OH)2 impreg- 
nated s i n t e r e d  s i l v e r  e l ec t rodes  wi th  an e l e c t r o d e  s i z e  of 
1-3/16'" 2" and a  t h e o r e t i c a l  capac i ty  of 3 Ah, The p o s i t i v e  
e l ec t rodes  were t h e  same s i n t e r e d  n i c k e l ,  VO-6 s i z e  (2'" x2'"), 

The t e n  c e l l s  (Nos. 21-30) were f a b r i c a t e d  us ing  e l ec t rodes  
of t h e  formulat ion ~ c ~ ( O H ) ~ / C ~ O .  The e l ec t rodes  were of VO-6 
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s i z e ,  approximately 2" x 2", The p o s i t i v e  e l ec t rodes  were 
s tandard  s i n t e r e d  n i c k e l  oxide e l e c t r o d e s .  Each p o s i t i v e  was 
0,030" t h i c k  and each nega t ive  was 0,040'' t h i c k ,  The t h e o r e t i c a l  
capac i ty  of t h e  negat ive  e l ec t rodes  was ca l cu la t ed  a t  5 , 4  Ah, 

( 4 )  Cel l s  With Pressed Elec t rodes  of Composition Cd(OB)2: 3Cd0 

The t e n  c e l l s  (Nos, 31-40) were f a b r i c a t e d  us ing  s tandard  
Gulton pressed  cadmium e l ec t rodes  L c ~ ( o H ) ~  :3~d0] .  The e l e c t r o d e  s i z e s  and 
th ickness  were t h e  same a s  c e l l s  21-30. Theore t i ca l  c a p a c i t y  of 
t h e  nega t ive  e l e c t r o d e s  was 5 .7  Ah. 

The average formation capac i ty  f o r  each group of c e l l s  i s  
given i n  Table X X I I .  

TABLE X X I I  - AVERAGE FORMATION CAPACITIES 

The formation d a t a  show t h a t  t h e  u t i l i z a t i o n  of t h e  t e f -  
lona ted  Cd(OH)2 e l ec t rodes  is  twice a s  high as  t h a t  of t h e  
"s tandard".  [3cd0 : c ~ ( o H ) ~ ~  e l e c t r o d e  and a t  l e a s t  50% b e t t e r  
t han  any of t h e  o t h e r  e l e c t r o d e  types t e s t e d .  

The cyc l ing  o r b i t  used was of 90 minute du ra t ion ,  30 minutes 
of d i scharge  followed by 60 minutes of charge.  

Each group of t e n  c e l l s  was d iv ided  i n t o  two sub-groups of  f i v e  
c e l l s  each. The f i r s t  group was cycled a t  50% depth of d i scharge  
( ~ 1 1  d ischarge ,  115% r e i n s e r t i o n  on charge)  whi le  t h e  second group 
was cycled a t  75% depth of d i scharge  (1 ,5  C d i scharge ,  115% r e i n s e r t i o n  
on charge) .  The d ischarge  r a t e s  were determined from t h e  formation 
c a p a c i t i e s .  

The charge and d ischarge  r a t e s  used f o r  each type  of c e l l  a r e  
shown i n  Table XXIII. 





After  removal from cyc l ing ,  t he  c e l l s  were subjec ted  t o  a  ""C" 
r a t e  charge and d ischarge  cyc l e ,  This d a t a  i s  shown i n  Table XXV, 

TABLE XXV. - POST CYCLING CAPACITY DETERMINATION 

~ / 1  Charge f o r  70 Minutes 
~ / 1  Discharge t o  0.6 V 

The pos t  cyc l ing  capac i ty  d a t a  i nd ica t ed  t h a t  both t h e  t e f l o n a t e d  
Cd(OH)2 and Cd(OH)2 impregnated s i n t e r e d  s i l v e r  e l ec t rodes  were 
supe r io r  t o  e i t h e r  of t h e  two v a r i e t i e s  of pressed e l ec t rodes .  

d.  Phys ica l  In spec t ion  of  Elec t rodes  

A l l  c e l l s  (numbers 1-40) were disassembled and t h e  nega t ive  e l ec -  
t rodes  examined. 

The t e f l o n a t e d  Cd(0H) e l ec t rodes  (Ce l l s  1-10) showed no s i g n s  
2  of phys i ca l  damage and were q u i t e  f l e x i b l e .  The Cd(OH), impreg- 

s eve re  damage i n  t h a t  most of t h e  a c t i v e  m a t e r i a l  (70-80%) had 
f a l l e n  away from t h e  s u b s t r a t e .  The s tandard  Gulton e l ec t rodes  
(Cel l s  31-40) showed minor phys i ca l  damage--a small  amount of 
shedding. 

The t e s t i n g  of e1ec:rodes f o r  silver-cadmium c e l l s  was narrowed 
down t o  t h e  fol lowing cadmium e l e c t r o d e  types :  

1 )  The t e f l o n a t e d  Cd(OH)2 e l ec t rode .  
2) The Cd(OH)2 impregnated s i l v e r  s i n t e r .  
3 )  The s tandard  Gulton cadmium e l e c t r o d e  as  a  con t ro l .  

C .  CHARACTERIZATION OF CELL HARDWARE Er ELECTRODE MATERIALS 

Since t h e  u l t i m a t e  silver-cadmium c e l l s  a r e  t o  be used i n  an aero-  
space a p p l i c a t i o n  where the  absence of  magnetism i s  a  prime cons ide ra t ion ,  
no t  only must t h e  e l ec t rodes  be non-magnetic, bu t  t he  assembly hardware 
must a l s o  be non-magnetic, The magnetic t e s t i n g  was performed a t  Goddard 
Space P l i g h t  Center under t h e  d i r e c t i o n  of M r .  T. Hennigan, and under 
t he  cognizance of the  NASA Pro jec t  Manager and e u l t o n  S t a f f ,  



Table  W I  l i s t s  t h e  c e l l  hardware and t h e  r e s u l t s  o f  t h e  t e s t i n g ,  
A l l  t h e  f a i l e d  p a r t s  were r e p l a c e d  by p a r t s  made o f  be ry l l ium-copper ,  

TABLE XXVE, - RESULTS OF MAGNETIC TESTING 

Champer Washers 

Lock Washers 

(1) SS = S t a i n l e s s  S t e  
(2) Be-Cu = Beryllium-Copper 
( 3 )  A 5 Ah s i lver-cadmium c e l l  c o n s t r u c t e d  w i t h  Be-Cu and demagni t ized p a r t s  

was d e l i v e r e d  t o  Goddard Space F l i g h t  Cen te r  f o r  magnet ic  t e s t i n g .  The 
c e l l  s a t i s f a c t o r i l y  passed  t h e  s p e c i f i e d  requ i rements .  

The Cd(OH)2 used i n  t h e  p r e s s e d  Cd(881)2 e l e c t r o d e s  i s  p repared  i n  
t h e  fo l lowing  manner. B a t t e r y  g rade  Cd(NO3I2 i s  r e a c t e d  w i t h  KOH t o  
form Cd(OH)2. The p r e c i p i t a t e d  p roduc t  i s  washed w i t h  d i s t i l l e d  w a t e r  
u n t i l  n e u t r a l ,  d r i e d  a t  70°c and ground. To de te rmine  t h e  p u r i t y  o f  
t h e  Cd(OH)2, an  a n a l y s i s  was c a r r i e d  o u t .  The p rocedure  i s  a s  f o l l o w s :  

A weighed amount o f  Cd(OH)2 i s  d i s s o l v e d  i n  d i l u t e  HN03, The Cd(OH)2 
i s  r e p r e c i p i t a t e d  w i t h  5% KOH. S o l i d  KCN i s  added u n t i l  t h e  p r e c i p i t a t e  
r e d i s s o l v e s .  The cadmium i s  then  determined by e l e c t r o p l a t i n g  o n t o  a  
p la t inum c a t h o d e ,  Tab le  XXVTE shows t h e  r e s u l t s ,  



TABLE XXVTE, - RESULTS OF Cd(OEI)2 ANALYSIS 

Molecular Weight, Gd(OK)2 - - 146,40 

Molecular Weight, Cd - - 112.40 
% Cd i n  Cd(OH)2 - - 76.78 

W t .  sample taken - - 0.5412 g 
W t .  Cd i n  sample as  Cd(OH)2 

taken - - 0.4155 g 

W t .  ~ d ' p l a t e d  ou t  - - 0;4045 g 
0.4045 g cd - - 0.5268 g Cd(OH)2 

Actual  % Cd(OH)2 - - 97.34% 

Moisture Determination: 

Dried 1.0360 g Cd(OH)2 @ 70°C f o r  48 hours I 
Dry Weight - - 1.0132 g 

Weight Loss - - 2.2% water 
To ta l  Cd(OH)2 cor rec ted  

f o r  mois ture  = 99.54% 

3. D i f f e r e n t i a l  Thermal Analysis (DTA) of Negative Elec t rode  Mate r i a l s  

Three e l ec t rode  m a t e r i a l s  were run on t h e  DTA. These were: 

( a )  ~ c ~ O / C ~ ( O H ) ~  (Gulton Standard Mix) 
(b)  ~ d 0 / 3 ~ d  (OH) 2 
( c )  t e f l o n a t e d  Cd(OH)2 

The r e s u l t s  a r e  shown i n  F igures  2-4. The i n i t i a l  peak between 80 and 
1 5 0 " ~  r ep resen t s  a l o s s  of adsorbed mois ture .  The peak a t  270-275"~  
r ep resen t s  t h e  conversion of Cd(OH)2 t o  CdO. The i n t e n s i t y  of  t h e  peak 
a t  275°C may be used as  a q u a l i t a t i v e  measure of t h e  r a t i o  of CdO t o  
Cd(OH)2. Since i n  F igu re  2 we know t h a t t h e  i n t e n s i t y  of t h e  peak 
r ep resen t s  25% Cd(OH)2& we should be a b l e ,  from t h e  i n t e n s i t y  of peak 
i n  t he  t e f l o n a t e d  Cd(OH)2, t o  determine q u a l i t a t i v e l y  t h e  amount of 
Cd(OH)2 l e f t  a f t e r  cu r ing  of t h e  Teflon (F igure  3 ) .  However, t he  
presence of  r e a c t i n g  Tef lon  a t  temperatures only  s l i g h t l y  h ighe r  t han  
Cd(OH)2 prevents  an accu ra t e  de te rmina t ion ,  a s  t he  DTA curve does no t  
r e t u r n  t o  base l i n e .  We can e s t ima te ,  neve r the l e s s ,  t h a t  t h e  t e f l o n a t e d  
Cd(OH)2 i s  i n  a c t u a l i t y  most ly  CdO, 

X-ray d i f f r a c t i o n  diagrams were taken of Cd(OB)2 p r e c i p i t a t e d  from 
and KOH, CdO obtained from Asarco, t h e  3Cd0 (Asarco): LCd(OBj2 
s tandard  e l e c t r o d e  mixture,  and t h e  t e f lona ted  Cd(OH)2* These 

a r e  shown i n  Figures  5-8 r e s p e c t i v e l y ,  We can u s e  F igures  7 and 8 t o  
determine t h e  approximate r a t i o  of CdO t o  Cd(01l)~ i n  t h e  t e f l o n a t e d  
m a t e r i a l .  I n  both f i g u r e s ,  we w i l l  choose t h e  CdO l i n e  a t  33" and t h e  
Cd(OH)2 l i n e  a t  19". We w i l l  a l s o  ignore any c o n t r i b u t i o n  of t h e  
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J - c ~ ( o B ) ~  l i n e  a t  30.3". I n  F igure  7 ,  i f  we normalize t h e  CdO l i n e  
t o  LOO%,  then the  he ight  of t h e  Gd(OB)2 l i n e  becomes 27 .  We thus know 
t h a t  an i n t e n s i t y  r a t i o  of 4:L i s  equiva len t  t o  75% Cd0-25% Cd(OH) 

2 "  

I n  f i g u r e  8 ,  a f t e r  normal iza t ion ,  t h e  i n t e n s i t y  r a t i o  i s  1 , 7 : 1 ,  WE 
can now say t h a t  t h e  t e f l o n a t e d  Cd(0H) a c t u a l l y  conta ins  more CdO than  

2 
Cd(OH)2, However, a  q u a n t i t a t i v e  e s t ima te  of t h e  CdO content  cannot 
be made s i n c e  t h e  r e l a t i o n s h i p  between d i f f r a c t e d  i n t e n s i t y  and con- 
c e n t r a t i o n  i s  no t  l i n e a r  i n  a l l  cases .  

D .  EVALUATION OF NEGATIVE ELECTRODE MATERIALS I N  SILVER-CADMIUM CELLS ( I )  

1. Elec t rode  Construct ion - 

a. S i l v e r  Elec t rodes  

S i l v e r  e l e c t r o d e s ,  each wi th  4 .0  grams of s i l v e r  (2.0 Ah 
t h e o r e t i c a l  capac i ty )  were f a b r i c a t e d .  These e l e c t r o d e s  were 
0.030 inches th i ck .  

Teflonated Cd(OH)2 Elec t rodes  

Teflonated Cd(OH)* conta in ing  5 weight percent  s i l v e r  powder 
and 5 weight percent  Teflon P-30 emulsion were f a b r i c a t e d .  Each 
e l e c t r o d e  contained 5.6 g (2.0 Ah t h e o r e t i c a l  capac i ty )  of Cd(OH)2. 
The e l ec t rodes  pressed a t  7 t o n s / i n 2  were 0.040 inches t h i c k .  

c .  Standard Gulton Pressed Elec t rode  

The e l e c t r o d e  composition i s  3Cd0:1Cd(OH)2--5 w t .  percent  s i l v e r .  
Each e l e c t r o d e  contained 7 g  (2.5 Ah t h e o r e t i c a l  capac i ty )  of a c t i v e  
m a t e r i a l .  The e l ec t rodes  pressed a t  7 t o n s / i n 2  were 0.033 inch  

d.  Cd(OH)2 Impregnated S in t e red  S i l v e r  Elec t rodes  

The f a b r i c a t i o n  of t h e s e  e l ec t rodes  i s  a  two-step process .  I n  
t h e  f i r s t  s t e p ,  s i l v e r  powder i s  mixed wi th  30% p a r a f f i n  wax (by 
weight)  and heated a t  100°C t o  allow the  wax t o  c o a t  t h e  s i l v e r  
p a r t i c l e s .  The s i lver-wax mis tu re  i s  then spread on a  s u b s t r a t e ,  
p ressed  and f i r e d  a t  1300°C. The f i r i n g  s i n t e r s  t h e  s i l v e r  powder 
and burns out  t h e  wax leaving  a  72% (approx.) porous s i n t e r ,  i n t o  
which t h e  Cd(OH)2 i s  impregnated i n  t h e  second s t e p .  

S tep  two c o n s i s t s  of vacuum impregnating Cd(N03)2 i n t o  t h e  
e l e c t r o d e  s i n t e r .  Af t e r  impregnation, t h e  e l ec t rodes  a r e  d r i e d  a t  
70°C f o r  four  hours and then  t h e  Cd(N03)2 is  converted i n t o  Cd(OK)2 
i n  cold 25% KOH. Af t e r  conversion,  t he  e l e c t r o d e s  a r e  n e u t r a l i z e d  
i n  water ,  d r i e d ,  and reimpregnated, The procedure i s  repeated 
u n t i l  t h e r e  i s  no f u r t h e r  pickup of Cd(OH)2 on two consecut ive 
cyc l e s ,  Electrodes of  t h i s  type p ick  up between 2 , 8  and 3 .1  grams 
of Cd(N63)2 ( 1 , O - l e i  Ah t h e o r e t i c a l  c a p a c i t y ) ,  These e l e c t r o d e s  
a r e  0,050 inch t h i c k ,  



The sepa ra to r  system used was as  fol lows:  

P o s i t i v e  Elec t rode  - one t u r n  of dynel and one l aye r  of sil-der 
impregnated regenerated sausage cas ing  ( c e l l u l o s e ) ,  

Negative Elec t rode  - One t u r n  of dynel and one t u r n  of non- 
woven nylon. 

2,  C e l l  Fab r i ca t ion  
--~ 

Five  c e l l s  w i th  each type of cadmium e l e c t r o d e  were f a b r i c a t e d .  
Each c e l l  contained 8 s i l v e r  e l ec t rodes  and 9 cadmium e l ec t rodes .  The 
c e l l  ca ses ,  made of nylon,  were epoxy sea led  and were f i t t e d  wi th  
pressure  gauges and c u r r e n t  l i m i t i n g  diodes when they  were cycled 
as  s ea l ed  c e l l s .  The d iodes ,  two 1 ~ 6 4 5  s i l i c o n  diodes i n  s e r i e s ,  were 
used t o  l i m i t  t h e  charging vol tage  t o  l e s s  t han  1.65 V.  C e l l  formation 
was c a r r i e d  out  i n  t h e  vented s t a t e .  

Table XXVIII l i s t s  t h e  t h e o r e t i c a l ,  expected and formation c a p a c i t i e s  
of t h e  var ious  types of c e l l s .  The t h e o r e t i c a l  capac i ty  was de t e r -  
mined from t h e  weight of a c t i v e  m a t e r i a l ,  t h e  expected capac i ty  from 
average u t i l i z a t i o n  d a t a  taken e a r l i e r  i n  t h e  program, and the  formation 
capac i ty  from a  1 A ,  24 hour charge and a  2 A d i scharge  t o  0.8 V.  

TABLE XXVIIL. - FOWTHON CAPACITY DATA 

Gulton Standard Pressed ( 9 )  

S i l v e r  E lec t rode  

From a  comparison of  t h e  expected nega t ive  c a p a c i t i e s  wi th  t h e  a c t u a l  
c e l l  c a p a c i t i e s ,  i t  i s  shown t h a t  those  c e l l s  w i th t e f lona ted  Cd(OH)2 
e l ec t rodes  and t h e  Gulton s tandard pressed e l ec t rodes  a r e  p o s i t i v e  
l i m i t i n g ,  while  t h e  c e l l s  wi th  t h e  Cd(OH)2 impregnated s i l v e r  s i n t e r s  
a r e  nega t ive  l i m i t i n g .  However, t h e r e  i s  cons iderably  more expected 
negat ive  capac i ty  i n  t h e  c e l l s  with the  t e f l o n a t e d  Cd(OH)2 e l e c t r o d e s ,  
This i nd ica t ed  t h a t  those  c e l l s  with t e f l o n a t e d  Cd(0H) e l ec t rodes  should 

2 cycle  f o r  a longer  time as  p o s i t i v e  l i m i t i n g  c e l l s  than c e l l s  wi th  t h e  
Gulton s tandard  e l e c t r o d e ,  

I n  a d d i t i o n ,  t h e  g r e a t e r  expected capae i ty  f o r  a  lower t h e o r e t i c a l  
capac i ty  means t h a t  c e l l s  us ing  t e f l o n a t e d  Cd(OH)Z weigh l e s s  than  c e l l s  
us ing  o t h e r  types of  e l e c t r o d e s ,  making t h e s e  e l ec t rodes  even more advan- 
tageous,  F igure  9 shows t y p i c a l  d i scharge  curves f o r  each type of c e l l .  

- 30- 





The f i f t e e n  silver-cadmium c e l l s  were placed on cyc le  on June 1, 1969, 
The 15 c e l l s  cons i s t ed  of 5 c e l l s  each of t h r e e  d i f f e r e n t  types of 

9 

cadmium e i ec t rodes .  Table XXIX d e l i n e a t e s  t he  c e l l  types.  A l l  c e l l s  
were r a t e d  a t  5 .0  Ah. 

TABLE XXIX.  - CADMIUM ELECTRODE CELL TYPES 

Tef lonated Cd (OH) 

Gulton Standard Pressed Elec t rode  

The cyc l ing  regime cons i s t ed  of a  one-hour 2.5 A d ischarge  (50% DOD) 
and an eleven hour 300 mA charge,  wi th  a  requirement of 200 cyc le s ,  
Each c e l l  i s  p a r a l l e l e d  wi th  2,  lN645 s i l i c o n  diodes i n  s e r i e s .  This  
l i m i t s  t h e  charge vo l t age  t o  l e s s  than 1.65 V. 

A t y p i c a l  charge-discharge cyc le  ( cyc l e  107) f o r  t h e  c e l l s  wi th  
t e f l o n a t e d  Cd(OH)* negat ives  i s  shown i n  F igures  10 and 11 respec t ive ly .  

The r e s u l t s  of t h e  cyc l ing  a r e  shown i n  Table XXX. 

TABLE XXX. - CYCLING RESULTS 

Apparent s h o r t  
Apparent s h o r t  
Apparent s h o r t  

Apparent s h o r t  
Apparent s h o r t  

Apparent s h o r t  
Low End of d i scharge  vol tage  

Apparent s h o r t  
Apparent s h o r t  
Apparent s h o r t  
Low end of d i scharge  vol tage  
Low end of discharge  vol tage  







I n  t he  case of  c e l l s  1-7,  9 ,  11-13 "apparent sho r t "  i nd ica t e s  t h a t  
t h e  c e l l  f a i l e d  r a p i d l y  wi th in  1 - 2  cyc les  from i t s  normal ope ra t ing  
cond i t i on ,  Low end of  d i scharge  vol tage  ind ica t e s  t h a t  t h e  end of 
d i scharge  vol tage  decreased from cyc le  t o  cyc le  u n t i l  t he  end of 
d i scharge  vol tage  was l e s s  than 0 - 6  V e  

Table XXX i n d i c a t e s  t h a t  on the  average only  those  c e l l s  wi th  
t e f l o n a t e d  Cd(OH)2 e l ec t rodes  met t he  200 cyc le  requirement.  These 
c e l l s  l a s t e d  more than  twice as  long a s  those  c e l l s  f ab r i ca t ed  
with s tandard pressed e l ec t rodes  and almost seven times longer  than  
c e l l s  with the  s i n t e r e d  s i l v e r  impregnated negat ives .  

4 .  Pos t  Mortem of Fa i l ed  Ce l l s  

A l l  t h e  f a i l e d  c e l l s  were removed from t h e i r  cases  and examined 
t o  determine t h e  cause of f a i l u r e .  

Each c e l l  was connected t o  a  vo l tmeter  and t h e  e l ec t rodes  sep- 
a r a t e d  one by one, An increase  i n  vol tage  when a  p l a t e  was separa ted  
from t h e  pack ind ica t ed  an a rea  of sho r t ing .  For  i d e n t i f i c a t i o n ,  
t h e  c e l l s  were placed wi th  t h e  p o s i t i v e  te rmina l  on t h e  l e f t  and 
t h e  e l ec t rodes  numbered i n  s e r i a l  o rder  wi th  t h e  top nega t ive  e l ee -  
t r o d e  as  p l a t e  one and t h e  bottom negat ive  e l e c t r o d e  a s  p l a t e  1 7 ,  
as  shown below: 

N P N P N P N P N  P N P N P N P N  
1 2  3  4 5  6  7  8 9  10 11 12 13  14 15 16 17 

1 )  C e l l  No. 1 - Teflonated Negatives - 289 Cycles 

Heavy s i l v e r  migra t ion  through both s e p a r a t o r s  on the  nega t ive  

and 14. 

2) C e l l  No, 2  - Teflonated Negatives - 277 Cycles 

Heavy s i l v e r  migra t ion  through both sepa ra to r s  on t h e  negat ive  
e l e c t r o d e s .  Shor t s  between e l ec t rodes  5 & 6 and 9  & 10. 

Light  s i l v e r  migra t ion  through both s e p a r a t o r s  on t h e  nega t ive  
, e l ec t rodes ,  Shor t s  between e l ec t rodes  2  & 3 and 11 & 12, and 
16 & 17. 

Light  s i l v e r  migra t ion  through both s e p a r a t o r s  on the  negat ive  
e l e c t r o d e s ,  Shor t s  between e l ec t rodes  5  & 6 and 9 & 1 0 ,  

5 )  Ce l l  No, 5 - 2 2  . .. 

Heavy s i l v e r  migra t ion  through both sepa ra to r s  on t h e  nega t iv s  
e l e c t r o d e s .  Shor t s  between e l ec t rodes  4 & 5,  8 & 9 ,  and 16 & 17,  



Minimal s i l v e r  migra t ion  through both sepa ra to r s  on t h e  
nega t ive  e l e c t r o d e s ,  Shorts  be tseen  e l ec t rodes  6 & 7 ,  7 & 8 ,  
and 14 & 15.  

Minimal s i l v e r  migra t ion  through both sepa ra to r s  on t h e  
nega t ive  e l e c t r o d e s .  Shorts  between e l ec t rodes  5 & 6, 6  & 7 ,  
8  & 9 ,  9  & 10, and 10 & 11. 

8) C e l l  No. 8  - Standard Negatives - 107 Cycles 

Heavy s i l v e r  migra t ion  through both sepa ra to r s  on t h e  nega t ive  
e l ec t rodes  and heavy s i l v e r  d e p o s i t s  near  t h e  negat ive  e l e c t r o d e  
t a b s .  No s h o r t s  de t ec t ed .  

91 C e l l  No. 9  - Standard N e ~ a t i v e s  - 152 Cvcles 

Heavy s i l v e r  migra t ion  through both sepa ra to r s  on t h e  nega- 
t i v e  e l e c t r o d e s ,  e s p e c i a l l y  i n  t he  a r ea  of sho r t ing .  Shor t s  
between e l ec t rodes  1 & 2 and 6 & 7. 

10) C e l l  No. 10 - Standard Negatives - 148 Cycles 

Minimal s i l v e r  migra t ion  through both sepa ra to r s  on the  
nega t ive  e l e c t r o d e s .  No s h o r t s  de t ec t ed .  

11) C e l l  No. 11 - Sintered  Negatives - 134 Cycles 

Heavy s i l v e r  migra t ion  through both sepa ra to r s  on t h e  nega- 
t i v e  e l e c t  

Shor t s  de t ec t ed  between a l l  e l ec t rodes .  

1 2 )  C e l l s  No. 1 2  - 15 - S i n t e r e d  Negatives,  8-12 Cycles - 

A l l  c e l l s  showed a l a rge  amount of  s i l v e r  migra t ion  and 
no vo l t age  when the  p l a t e s  were sepa ra t ed .  

The r e s u l t s  of t h e  c e l l  pos t  mortems ind ica t ed  t h a t  one of t he  
major reasons f o r  f a i l u r e  was migra t ion  of s i l v e r  t o  t h e  nega t ive  
e l e c t r o d e s  and s h o r t i n g  through t h e  sepa ra to r  i n  t h e  v i c i n i t y  of t h e  
t a b  a rea .  

A second s e t  of silver-cadmium c e l l s  was f ab r i ca t ed  wi th  an i m -  
proved cons t ruc t ion  so  t h a t  t h e  e l e c t r o d e  c o l l e c t o r  t abs  s tand  up- 
r i g h t  and do n o t  con tac t  t h e  s epa ra to r  of an adjacent  e l e c t r o d e ,  



Subsequent t o  t h e  pos t  mortem examination, t h e  e l e c t r o d e s  i n  
each pack were separa ted  t o  remove any s h o r t s  and were given a  
charge and d ischarge  capac i ty  cyc l e ,  

A l l  c e l l s  except  numbers 1 ,  2 ,  and 5 (which were charged and 
discharged a t  5 A, t h e  C / 1  r a t e )  were charged a t  ~ 1 1 0  f o r  24 hours 
( i n  open beakers)  and then  discharged a t  2.0 A ( ~ 1 2 . 5 )  t o  p o s i t i v e  
f a i l u r e .  

Typical  d i scharge  curves f o r  one c e l l  of each nega t ive  e l e c t r o d e  
type a r e  shown i n  F igure  12. 

Table XXXI l i s t s  t h e  r e s u l t s  and compares them t o  t h e  precyc l ing  
capac i ty .  Except f o r  c e l l s  13-15, where t h e  capac i ty  l o s s  is  about 
70%, t h e  l o s s  i n  capac i ty  v a r i e s  between 32 and 53%. The average 
l o s s  i s  41%. 

F a i l u r e  a n a l y s i s  on c e l l s  1, 2 ,  3,  and 5 have been c a r r i e d  out  
i n  accordance wi th  NASA Document 51221, and a r e  presented  i n  
Appendix I t o  t h i s  r e p o r t .  A photograph of a  t y p i c a l  f a i l e d  c e l l  i s  
a l s o  shown i n  Appendix I. 

TABLE XXXI.  - POST CYCLING CAPACITY 

4.4 (C/l Rate)  

F igure  13 p re sen t s  a  pos t  cyc l ing  d ischarge  curve f o r  both e l ec -  
t rodes  of a  t y p i c a l  c e l l  wi th  t e f l o n a t e d  nega t ives ,  showing both 
p o s i t i v e  and negat ive  d ischarge  curves ,  







E ,  U J A T E O N  OF NEGATIVE ELECTRODE MATERIALS I N  SILVER-CADMIUM CELLS $11) 

A second s e t  of silver-cadmium c e l l s  were f a b r i c a t e d ,  Ten c e l l s  in 
a11 were cons t ruc ted ;  f i v e  with t e f l o n a t e d  Cd(OKI2 negat ive  e l e c t r o d e s ,  
and f i v e  wi th  t h e  s tandard  pressed e l e c t r o d e s .  

E lec t rode  Fabr i ca t ion  

The e l ec t rodes  f o r  t h e s e  c e l l s  were prepared by t h e  same methods 
descr ibed e a r l i e r  i n  Sec t ions  D . l . a ,b ,  c .  

2. C e l l  Fab r i ca t ion  

The c e l l  cons t ruc t ion  i n  t h i s  second s e t  of c e l l s  va r i ed  cons iderably  
from t h e  f i r s t  group. 

I n  t h e  f i r s t  group, 9  nega t ive  and 8 p o s i t i v e  e l ec t rodes  were used;  
while  i n  t he  second group, 8  nega t ive  and 7 p o s i t i v e  e l e c t r o d e s  were 
used. I n  a d d i t i o n ,  i n  t h e  seccnd s e t  of c e l l s ,  each e l e c t r o d e  t ab  was 
separa ted  from t h e  ad jacent  t a b  by t h e  use  of a  0.057" s t a i n l e s s  s t e e l  
space r ,  as  shown i n  F igure  14. The f i r s t  s e t  of c e l l s  used only  f i v e  
0.092 spacers .  The use  of t h e  smal le r  spacers  helps  prevent  s h o r t i n g  
by prevent ing a  t a b  from con tac t ing  migrated s i l v e r  p a r t i c l e s  on t h e  
sepa ra to r  of an an t i -po la r  e l ec t rode .  

3 .  Cel l  Tes t ing  

a.  Formation 

The formation procedure cons i s t ed  of f i l l i n g  t h e  c e l l s  with 
38% KOH, soaking f o r  72 hours ,  and charging the  c e l l s  a t  ~ / 1 0  f o r  

be  converted t o  Cd me ta l ,  thus  assur ing  a  phys i ca l ly  s t rong  e l ec -  
t rode  with a l l  of t h e  a c t i v e  m a t e r i a l  adhering t o  t h e  s u b s t r a t e .  

The c e l l s  were then  discharged a t  2.0 A u n t i l  nega t ive  exhaust ion 
( - 1 0  V ) .  Table X X X I I  l i s t s  t h e  r e s u l t s  of t h e  formation d ischarge  
and Table XXXIII gives t h e  u t i l i z a t i o n  da t a .  

Figure 15 i s  a  t y p i c a l  d i scharge  curve. 

The average weight f o r  Ce l l s  1-5 was 239.52 grams (0.525 l b s ) ,  
whi le  t h a t  f o r  C e l l s  6-10 was 246.869 (0.545 l b s ) .  Therefore ,  t h e  
average weight f o r  a l l  10 c e l l s  was c a l c u l a t e d  as  243.19 grams 
(0.535 l b s . )  

The average p o s i t i v e  capac i ty  f o r  a l l  c e l l s  was 9 .3  Ah and t h e  
d ischarge  vol tage  was 1 . 1 2  V ,  f o r  an average value of 10 ,4  Wh o r  
19.5 Wh/lb, This  compares more than favorably  wi th  a  s tandard  
6 , O  Ah space c e l l  which y i e lds  about 14 Wh/lb, 



FIGURE 14 ELECTRODE STACK CONFIGUI'LATIOS 





TABLE XXXSE, - 

TABLE X X X I I I .  - UTILIZATION DATA 

Standard Cadmium 

b. Cycl ing 

Af ter  formation,  two IN645 d iodes ,  i n  s e r i e s  w i th  each o t h e r ,  
were placed i n  p a r a l l e l  wi th  each c e l l .  These diodes l i m i t  t h e  
c e l l  vo l t age  t o  1.60-1.65 v o l t s .  The c e l l s ,  r a t e d  a s  nominally 
5.0 Ah, were charged a t  ~ / 1 0  (0.5 A) f o r  24 hours .  A t  t h e  end 
of charge,  t h e  e l e c t r o l y t e  l e v e l  was ad jus ted  t o  j u s t  below t h e  
tops of t h e  e l e c t r o d e  s t a c k .  The c e l l s  were then  sea led  wi th  
p re s su re  gauges and s t a r t e d  on cyc le .  

The cyc le  cons i s t ed  of a  1.2 hour d ischarge  t o  50% depth of 
d i scharge ,  which corresponds t o  a  removal of 2.5 Ah, and a  
22.8 hour charge. 

This  cyc l e  requi red  r a t e s  of 2 . 1  A f o r  d i scharge  and 0.13 mA 
f o r  charge.  

Due t o  t h e  c e l l  cons t ruc t ion  schedule,  c e l l s  6-10 were placed 
on cyc l e  a f t e r  c e l l s  1-5 had completed 40 c y c l e s ,  

As oE t h e  end of t he  program, c e l l s  1-5 ( t e f lona ted  e l ec t rodes )  had 
completed 382 succes s fu l  cyc l e s ,  and c e l l s  6-10 (s tandard e l e c t r o d e s )  
had completed 342 succes s fu l  cyc l e s .  



Figure  16 shows a charge curve f o r  c e l l s  1-5 on cyc l e  382, 
F igure  17 i s  t h e  charge curve f o r  c e l l s  6-10 on cyc le  342, 
F igure  18 i s  t h e  d i scharge  curve f o r  a l l  c e l l s  on t h e  same cyc l e  a s  
t h e  charge curves .  

A t  t h e  end of charge f o r  cyc l e s  342 and 382, t h e  c e l l  p r e s su re s  
were a s  shown i n  Table  XXXIV. 

TABLE XXXIV.  - CELL PRESSURES 

Standard Pressed 

During t h e  e n t i r e  course  of cyc l ing ,  on ly  one problem was en- 
countered.  A t  t h e  end of t h e  12 th  cyc l e ,  c e l l s  3 and 5 had p o s i t i v e  
p re s su re s  o f  15 and 19 p s i g ,  and t h e  p re s su re  had s t e a d i l y  r i s e n  t o  
t h a t  va lue  whi le  t h e  o t h e r  c e l l s  had e i t h e r  0 o r  5  p s ig .  The two 
p re s su re  c e l l s  were vented and t h e  gas analyzed t o  be  oxygen. An 

This  solved t h e  p re s su re  bu i ldup  problem. 

A t  t h e  end of t h e  program, a f t e r  one year of succes s fu l  c y c l i n g ,  
t h e  c e l l s  were removed from cyc l ing  and forwarded t o  t h e  ~ A S A l ~ e w i s  
Research Center  f o r  f u r t h e r  t e s t i n g  and d i s p o s i t i o n .  

F. MATERIALS AND UNIFORMITY OF TEFLONATED CADMIUM ELECTRODES 

This  i n v e s t i g a t i o n ,  undertaken a s  Amendment No. 3 t o  Contract  NAS 3-11829, 
was designed i n  o r d e r  t h a t  t h e  b e s t  type  of t e f l o n a t e d  cadmium e l e c t r o d e  be  
determined. 

The experimental  work was divided i n t o  t h r e e  phases.  The f i r s t  phase 
i nves t i ga t ed  t h e  cadmium form; t h e  second phase i nves t i ga t ed  t h e  e f f e c t  of  
p a r t i c l e  s i z e ;  and t h e  f i n a l  phase cons i s t ed  of a  more d e t a i l e d  e v a l u a t i o n  
of t h e  b e s t  m a t e r i a l  obtained from t h e  f i r s t  two phases.  
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a: d lec t rode  Fabr i ca t ion  

Twelve negat ive  e l e c t r o d e s ,  u s ing  the  s tandard p a r t i c l e  s i z e  
Cd(OR)2 as  a  s t a r t i n g  m a t e r i a l ,  were f ab r i ca t ed .  Pour e l ec t rodes  
of each of t h r e e  groups, shown i n  Table XXXU, were prepared,  

TABLE XXXV. - NEGATIVE ELECTRODE TYPES 

The t h e o r e t i c a l  capac i ty  f o r  each type  of e l e c t r o d e  was c a l c u l a t e d  
as  1.5 Ah. 

, b. Elec t rode  Charac t e r i za t ion  

One e l e c t r o d e  of each group was s e t  a s i d e  f o r  measurements of 
po ros i ty .  

(1) P o r o s i t y  

i ng  t h e  e l e c t r o d e  d ry  and weighing t h e  e l e c t r o d e  a f t e r  impregnation 
wi th  methanol. 

The percent  p o r o s i t y  i s  def ined  a s :  

Table XXXVI l i s t s  t h e  r e s u l t s  of t he  p o r o s i t y  de te rmina t ions .  

TABLE XXXVI. - POROSITY DETEMINATSON 

The uncured Cd(OK)2 e l ec t rodes  r e g i s t e r e d  lower po ros i ty  values 
than  the  cured e l ec t rodes .  



(I) Fabr i ca t ion  - 

Three e l ec t rodes  of each group were f a b r i c a t e d  i n t o  three-  
p l a t e  nega t ive  l i m i t i n g  nickel-cadmium c e l l s  ( t o t a l  9  c e l l s )  and 
ac t iva t ed  wi th  34% KOH and allowed t o  soak 24 hours .  

(2)  Pre-Cycling Tes t s  

Af t e r  a c t i v a t i o n ,  t h e  c e l l s  were formed by charging a t  C/10 
f o r  24 hours and d ischarg ing  a t  C/5 t o  0,9 V. 

F igure  19 i s  an average d ischarge  curve f o r  each type of 
e l e c t r o d e  and shows t h a t  t h e  average capac i ty  f o r  t h e  uncured 
Cd(OH)2 i s  0.84 Ah whi le  f o r  t h e  o the r  two groups ( i . e . ,  cured 
Cd(OH)2 and cured CdO), t he  average capac i ty  is  0.97 Ah. 

The c e l l s  were then given two C/10 d ischarges  as  shown i n  
Figures  20 and 21. A second C/5 d ischarge  i s  shown i n  F igure  22. 
Two C / 1  d i scharges  a r e  shown i n  F igure  23. The capac i ty  r e s u l t s  
a r e  summarized i n  Table XXXVII. 

TABLE XXXVII. - AVERAGE PRE-CYCLING CAPACITIES 

Af t e r  completion of t h e  precyc l ing  t e s t s ,  t h e  c e l l s  were placed 
on a  one-week cyc le  a t  50% depth of discharge.  The cyc le  cons i s t ed  
of a  30 minute d ischarge  a t  t h e  C / l  (0.6 A )  r a t e  and a  60 minute 
charge a t  0.33 A. The r a t e s  were chosen based on t h e  C / 1  c apac i ty  
da t a  obta ined  i n  t h e  precyc l ing  t e s t s .  

Table XXXVSI.1 shows t h e  end of d i scharge  vo l t age  versus cyc l e  
number f o r  each group of c e l l s ,  













TABLE XXXVIII . - E N D  O F  DSSCHARGE VOLTAGE VS CYCLE - W B E R  - 

* EODV - End of Discharge Voltage 

The Table shows t h a t  t h e  Group 1 (uncured Cd(OH)2) c e l l s  c y c l e  
30 m i l l i v o l t s  below Group 2 (cured Cd(OH)2) c e l l s  and 40 m i l l i v o l t s  
below Group 3 (cured CdO) c e l l s .  

On Cycle 113, t h e  d ischarge  was allowed t o  cont inue u n t i l  t h e  
c e l l s  reached 0.9 V i n  order  t h a t  t he  t o t a l  c a p a c i t y  be determined. 
The r e s u l t s  of t h i s  t e s t a r e  shown i n  F igure  24 and a r e  summarized 
and compared t o  t h e  pre-cyc l ing  ~ / 1  capac i ty  i n  Table XXXIX,  

TABLE XXXIX. - TOTAL CAPACITY AFTER CYCLING (Cycle 113) 
Discharged a t  C / 1  (0.6A) 

Af t e r  t h e  completion of cyc l ing ,  t h e  c e l l s  were subjec ted  t o  
two cyc les  a t  each of t he  fol lowing r a t e s :  ~ 1 1 0 ,  C/5, and C / 1 .  
The d ischarge  curves of t h i s  cyc l ing  a r e  shown i n  F igures  25-30, 
and the  capac i ty  d a t a  i s  summarized i n  Table XL, 





The pos t  cyc l ing  c a p a c i t y  d a t a  i n d i c a t e  about a  70% r e t e n t i o n  
i n  capac i ty  a t  a l l  r a t e s  as  compared t o  t h e  precyc l ing  d a t a .  

TABLE XL, - AVERAGE POST CYCLING CAPACITIES 

I n  genera l ,  t he  cured CdO performed on a  par  wi th  t h e  cured 
Cd(OH)2 and both f a r ed  b e t t e r  than the  uncured Cd(OH)2. However, 
a t  t he  ~ / 1  r a t e ,  t h e  uncured Cd(OH)2 averaged about 15% g r e a t e r  
c a p a c i t y  over t he  s h o r t  l i f e ,  

(5 )  Phys ica l  Condition of Elec t rodes  

Physical  examination of t h e  e l ec t rodes  ind ica t ed  t h a t  those  
nega t ive  p l a t e s  f a b r i c a t e d  from the  cured Cd(OH)2 and cured 
CdO had good s t r u c t u r a l  i n t e g r i t y .  However, those  e l ec t rodes  
f ab r i ca t ed  from t h e  uncured Cd(OH)2 showed b l i s t e r s  and f l a k i n g ,  
Thei r  phys ica l  i n t e g r i t y  appears t o  diminish wi th  cyc l e  l i f e .  

he above r e s u l t s ,  i t  was concluded t h a t  t h e  cured 
e l e c t r o d e s  were s u p e r i o r  t o  t he  uncured e l e c t r o d e s  and t h a t  
t he  t e f l o n a t e d  CdO, which was produced by h e a t  t r e a t i n g  Cd(BB)2, 
performs on a par  with t h e  bas i c  t e f lona ted  Cd(OH)2, 

A l l  subsequent work was performed wi th  the  t e f l o n a t e d  CdO, 
The u s e  of t h i s  m a t e r i a l  e l imina ted  the  need f o r  determining 
t h e  exac t  r a t i o  of Gd(OH)2 t o  CdO i n  t h e  t e f l o n a t e d  Cd(OH)2, 
and t h u s ,  improved t h e  q u a l i t y  c o n t r o l  of keeping t h e  r a t i o  
cons tan t  from one l o t  t o  another .  

2 .  
Elec t rode  Mate r i a l s  

I n  t h i s  phase of t h e  program, experiments were conducted t o  determine 
the  e f f e c t  of p a r t i c l e  s i z e  on e l e c t r o d e  performance. 

The s tandard s i z e  Cd(OHjZ prepared by adding a 2% excess o f  
8,07N KQH d i r e c t l y  t o  8,26N Cd(N03)2, adding water  and washing 
immediately,  The l a r g e r  s i z e  Cd(OH)2 was prepared i n  t he  same 
manner as  t h e  s tandard  m a t e r i a l ,  except t h a t  t h e  Cd(OK)* was allowed 
t o  d i g e s t  i n  the  mother l i quor  f o r  one week a t  70°C. 















The smal le r  p a r t i c l e  s i z e  Cd(0H) was prepared by f i r s t  d i l u c i n g  
the  C d ( 0 ~ . ) ~  wi th  a ten- fo ld  volume o$ d i s t i l l e d  water p r i o r  t o  
p r e c i p i t a t i n g  with KOH, 

b ,  Measurement of Cd(OB)2 P a r t i c l e  S ize  

(1) Method 

The p a r t i c l e  s i z e  d i s t r i b u t i o n  was measured by applying 
Stokes Law t o  p a r t i c l e s  f a l l i n g  through a  viscous medium. A 
photograph of t h e  apparatus  i s  shown i n  F igure  31. 

The equat ions used f o r  determining t h e  p a r t i c l e  diameters  a r e  
given below:" 

Stokes Law f o r  t h e  v e l o c i t y  of a  p a r t i c l e  f a l l i n g  through 
a  viscous ( a i r )  medium i s :  

where: V = v e l o c i t y  i n  cm/sec 
2 g  = a c c e l e r a t i o n  due t o  g r a v i t y  (980 cm/sec ) 

r = r ad ius  of p a r t i c l e  i n  cm 
Pp = d e n s i t y  of p a r t i c l e  Cd(OH)2 = 4.8  g /cc  CdO = 8.2 g /cc  [ 
P1 = d e n s i t y  of s e t t l i n g  medium (K20 = 1 g l e e )  

I 
= v i s c o s i t y  of s e t t l i n g  medium (H20 = 8.74 x po i se s )  

To o b t a i n  t h e  p a r t i c l e  diameter ,  i n  microns, as  a  func t ion  of 
t h e  time ( t )  it  t akes  t o  f a l l  through a  given he igh t  (h) under any 

where: h  = d i s t a n c e  p a r t i c l e  f a l l s  through ( i n  cm) 
t = time f o r  p a r t i c l e  t o  f a l l  through d i s t a n c e  h ( i n  minutes) ,  
a  = a c c e l e r a t i o n  of p a r t i c l e  ( i n  cm/sec2) 

60 = converts  seconds t o  minutes 

dn = p a r t i c l e  diameter ( i n  em) 

108 = converts  p a r t i c l e  s i z e  from cm t o  microns 

* Handbook of Chemistry and Physics ,  - 3 6 ,  2833 ,  Chemical Rubber Publ i sh ing  
Co, , Cleveland (1955) 
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Rearranging (2) ro  a  u se fu l  form,  we ge t :  

For any p l r t i c l e ,  we can s imp l i fy  (3)  t o :  

where, f o r  a  g iven  s e t t l i n g  medium, K i s  dependent upon t h e  
a c c e l e r a t i o n  ( a )  and t h e  p a r t i c l e  d e n s i t y  ( p p )  

I f  we keep t h e  va lue  f o r  "a" cons tan t  and c a l c u l a t e  K f o r  
a  one p a r t i c l e  d e n s i t y ,  then  K f o r  a l l  p a r t i c l e  d e n s i t i e s  can 
be ca l cu la t ed  by a  simple r a t i o .  

(2) Procedure 

The procedure used f o r  making t h e  measurement was a s  follows: 
A small  (-0.5 gm) amount of s o l i d  was added t o  50 r n l  of a  70% 
water-30% acetone d i spe r s ing  medium, The mixture  was then  
a g i t a t e d  i n  a  blender  f o r  3  minutes ,  

About 1 m l  of t h e  d ispersed  s o l i d  was added t o  t h e  s e t t l i n g  
medium ( d i s t i l l e d  water )  contained i n  t h e  measuring tube  (shown 
i n  the  foreground on t h e  f a r  l e f t  of F igure  31).  The pa r t i . e l e s  
were allowed t o  s e t t l e  and the  he igh t  of t h e  column of s e t t l e d  
p a r t i c l e s ,  a s  a  func t ion  of t ime, was measured. 

S ince  only  l a r g e  p a r t i c l e s  w i l l  s e t t l e  under t h e  a c c e l e r a t i o n  

va lue)  i n  a  c e n t r i f u g e ,  

(3)  Resul t s  

The r e s u l t s  of t h e  p a r t i c l e  s i z e  determinat ions a r e  shown 
i n  F igures  32 through 36. The graphs show p l o t s  of t h e  p a r t i c l e  
s i z e  d i s t r i b u t i o n  a s  percent  of p a r t i c l e s  f i n e r  than a  given 
p a r t i c l e  s i z e ,  

F igure  32 shows t h e  p a r t i c l e  s i z e  d i s t r i b u t i o n  f o r  t h e  
s tandard  p a r t i c l e  s i z e  Cd(OH)2. The s i z e  d i s t r i b u t i o n  i s  almost 
l i n e a r  between 0 , s  and 50 microns wi th  50% of t h e  m a t e r i a l  
f i n e r  than  5 microns and 50% coa r se r  than  5 microns. 

F igure  33 i s  t h e  d i s t r i b u t i o n  of CdO prepared from the  s tandard  
s i z e  Cd(OH)2, This d i s t r i b u t i o n  i s  a l s o  roughly l i n e a r  except 
that t h e  p a r t i c l e s  a r e  sma l l e r ,  rangigg from 0 - 2 5  t o  35 microns 
with the median p a r t i c l e  s i z e  2 m i c r o r i a ,  







Figure 34 g ives  t h e  p a r t i c l e  s i z e  d i s t r i b u t i o n  of the  l a r g e  
s i z e  Cd(OH)2 and i s  s i m i l a r  t o  F igure  32. However, t h e  median 
p a r t i c l e  s i z e  i s  6 microns, 

F igure  35 gives t h e  d i s t r i b u t i o n  of t h e  small  s i z e  Cd(OH)2, 
This m a t e r i a l  has a  considerably smal le r  p a r t i c l e  s i z e  than 
the  s tandard o r  l a r g e  s i z e  m a t e r i a l .  The p a r t i c l e  s i z e  range 
i s  0.5 t o  25 microns and the  median s i z e  i s  2 microns. However, 
t h e  most ou ts tanding  f e a t u r e  of t h i s  m a t e r i a l  i s  t h a t  i t  is 
cons iderably  more uniform than any of t h e  o t h e r  samples. Almost 
90% of t h e  m a t e r i a l  i s  smal le r  than  4 microns and more than 
75% of t h e  m a t e r i a l  i s  smal le r  than  3  microns. 

The s i z e  d i s t r i b u t i o n  of t h e  small  CdO, shown i n  F igure  36 
has t h e  same genera l  f e a t u r e s  as  t h a t  of t h e  smal l  Cd(OH)2, shown 
i n  F igure  35, except  t he  m a t e r i a l  i s  gene ra l ly  made up of sma l l e r  
and even more uniform p a r t i c l e s ,  wi th  t h e  l a r g e s t  s i z e  p a r t i c l e s  
ranging between 10 and 15 microns. Almost 80% of t h e  m a t e r i a l  
l i e s  between 0.25 and 2  microns wi th  a median p a r t i c l e  s i z e  of 

.1 micron. One explana t ion  f o r  t h e  CdO being smal le r  than  t h e  
Cd(OH)2 i s  t h a t  t h e  a b s t r a c t i o n  of water  from Cd(OH)2 may cause  
t h e  c r y s t a l s  t o  f r a c t u r e .  However, t h i s  may n o t  be t h e  only  
explana t ion .  

c ,  Measurement Of BET Surface  Area 

The BET s u r f a c e  a r e a  measurements were performed by Micromeretics 
Instrument  Corp., Norcross Georgia 30071, on a  Model 2100A O r r  Sur face  
Area-Pore Volume Analyzer. The BET su r face  a reas  a r e  shown i n  Table XLI, 

TABLE XLI. - BET SURFACE AREA 

Tef lona ted  Cd(OH)2 (Standard S ize )  - Uncured 

The reason f o r  t h e  s tandard  and l a r g e  s i z e  m a t e r i a l s  having a  l a r g e r  
s u r f a c e  a rea  than  the  small  s i z e  may be due t o  t h e  f a c t  t h a t  t h e  l a r g e r  
p a r t i e l e s ,  being made up of many small  g r a i n s ,  apparent ly  e x h i b i t  a  
h ighe r  porosiey than t h e  smal le r  p a r t i c l e s  by exposing both i n t e r n a l  
and e x t e r n a l  su r f aces .  
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The r e s u l t s  of t h e  s p e c i f i c  s u r f a c e  a rea  d e t e m i n a t i o n  by 
the  BET method provided a d d i t i o n a l  j u s t i f i c a t i o n  f o r  our  choice 
of cured t e f lona ted  cadmium oxide (prepared from our own cadmium 
hydroxide) a s  t h e  p re fe r r ed  s t a r t i n g  m a t e r i a l  f o r  our  nega t ive  
e l e c t r o d e s  as  t he  BET d a t a  i nd ica t ed  t h a t  the  t e f l o n a t e d  CdO 
has a  BET s p e c i f i c  su r f ace  a rea  two t o  t h r e e  times t h a t  of t h e  
t e f l o n a t e d  Cd(OH)2. 

3 .  Tes t ing  of Various P a r t i c l e  S i z e  Negative Elec t rodes  

a .  E lec t rode  Fabr i ca t ion  

Twelve negat ive  e l ec t rodes  were f ab r i ca t ed .  Four e l e c t r o d e s  
of each of t h r e e  groups, a s  shown i n  Table XLII, were prepared.  

TABLE XLII. - NEGATIVE ELECTRODE TYPES 

CdO and t e f l o n a t e d  

Large p a r t i c l e  s i z e  Cd(OH)2 converted t o  CdO 
and t e f l o n a t e d  

The t h e o r e t i c a l  c a p a c i t y  of t h e  e l ec t rodes  was c a l c u l a t e d  
a s  1.5 Ah. 

E lec t rode  Charac t e r i za t ion  

One e l e c t r o d e  of each group was s e t  a s i d e  f o r  measurements 
of po ros i ty .  

(1)  Po ros i ty  

Elec t rode  po ros i ty  was measured by methanol abosrp t ion  
a s  descr ibed e a r l i e r .  

Table XLIII l i s t s  t h e  r e s u l t s  of t h e  p o r o s i t y  d e t e r -  
minat ions.  

TABLE XLIII. - POROSITY DETERMINATION 

Standard CdO 



(1) Fab r i ca t ion  
P 

Three e l ec t rodes  of each group were f a b r i c a t e d  i n t o  
t h r e e  p l a t e  nega t ive  l i m i t i n g  nickel-cadmium c e l l s  ( t o t a l  
9  c e l l s )  and a c t i v a t e d  wi th  34% KOH and allowed t o  soak 
24 hours . 
(2)  Pre-Cycling Tes t s  

Af t e r  a c t i v a t i o n ,  t h e  c e l l s  were formed by charging a t  
C/10 f o r  24 hours and d ischarg ing  a t  C/5 t o  0.9 V .  

F igure  37 is  an average d ischarge  curve f o r  each type 
of e l e c t r o d e  and shows t h a t  t h e  average capac i ty  f o r  t he  
s tandard  CdO i s  1.09 Ah whi le  f o r  t h e  o the r  two groups 
( i . e . ,  smal l  CdO and l a r g e  CdO), t h e  average c a p a c i t y  i s  
1.04 Ah. 

The c e l l s  were then given two C/10 d ischarges  a s  shown 
i n  F igures  38 and 39. A second C/5 d ischarge  i s  shown i n  
F igure  40. The two C / 1  d i scharges  a r e  shown i n  F igures  41  
and 42. The capac i ty  r e s u l t s  a r e  summarized i n  Table XLIV, 

TABLE XLIV. - AVERAGE PRE-CYCLING CAPACITIES 

Af t e r  completion of t h e  precyc l ing  t e s t s ,  t h e  c e l l s  were 
placed on a  one-week cyc le  a t  50% depth of d i scharge .  The 
cyc le  cons i s t ed  of a  30 minute d ischarge  a t  t h e  C / 1  (0.6 A) 
r a t e  and a  60 minute charge a t  0.33 A .  The r a t e s  were chosen 
based on t h e  c /1  capac i ty  d a t a  obtained i n  t h e  pre-cyc l ing  
t e s t s .  

Table XLV shows the  end of d i scharge  vol tage  versus 
cycle number for each group of cells, 















TABLE XLV, - END OF BPSCEZARGE VOLTAGE Vs  CYCLE NT@--5ER 

* EODV = End of Discharge Voltage 

The Table shows t h a t  t h e  Group 4 (small  CdO) and Group 6 
( l a r g e  CdO) cyc le  70 m i l l i v o l t s  below t h e  Group 5 ( s tandard  
CdO) c e l l s .  

On Cycle 113, t h e  d ischarge  was allowed t o  cont inue u n t i l  
t h e  c e l l s  reached 0.9 V i n  o rde r  t h a t  t h e  t o t a l  capac i ty  b e  
determined. The r e s u l t s  of t h i s  t e s t  a r e  shown i n  F igure  43 
and a r e  summarized and compared t o  t h e  pre-cyc l ing  ~ / 1  capac i ty  
i n  Table XLVI. 

TABLE XLVI. - TOTAL CAPACITY AFTER CYCLING (Cycle 113) 
DISCHARGED AT c / I  (0.6 A) 

( 4 )  Post  Cycle Tes t ing  

Af t e r  t he  completion of cyc l ing ,  t h e  c e l l s  were sub j ec t ed  
t o  two cyc le s  a t  each of t he  fol lowing r a t e s :  ~ 1 1 0 ,  ~ / 5 ,  C/I, 
The r e s u l t s  of t hese  t e s t s  a r e  shown i n  Figures  44-49 and 
summarized i n  Table XLVII. 

TABLE XLVII. - AVERAGE POST CYCLING CAPACITIES 

















The pos t  cyc l ing  capac i ty  d a t a  i n d i c a t e  c a p a c ~ t y  r e t e n t r o n  
ranging between 75 and 50% f o r  Groups 4 and 6 and about 85% 
f o r  Group 5 ,  However, a t  a l l  r a t e s ,  t he  s tandard  CdO (Group 5) 
exh ib i t ed  g r e a t e r  capac i ty  than the  o the r  cadmium oxides ,  

4 ,  Fina l  Evaluat ion 

The f i n a l  eva lua t ion  cons i s t ed  of f a b r i c a t i n g  f i v e  e l ec t rodes  from 
t h e  apparent ly  b e s t  m a t e r i a l  ( s tandard  p a r t i c l e  s i z e  CdO) as  shown 
by t h e  pre l iminary  work. They were cons t ruc ted  i n t o  negat ive  l i m i t i n g  
c e l l s  and t e s t e d  as  o u t l i n e d  below: 

a.  TWO cyc l e s  each, a t  r a t e s  of ~ / 1 0 ,  c / 5  and c /1  

b .  One week cyc l ing  on a  90 minute o r b i t  a t  50% depth of d i s -  
charge (112 c y c l e s ) .  

c .  TWO cyc l e s  each a t  r a t e s  of ~ / 1 0 ,  C/5 and ~ 1 1 0  

d. Replace on cyc le  f o r  one month. 

I n  previous t e s t s ,  n i c k e l  e l ec t rodes  were wrapped i n  non-woven 
nylon sepa ra to r s .  However, i n  t h i s  t e s t ,  t h e  n i c k e l  p o s i t i v e  e l ec -  
t rodes  were wrapped i n  a  c e l l u l o s i c  s epa ra to r  t o  more c l o s e l y  s imula te  
condi t ions  i n  a  silver-cadmium c e l l  and a l s o  t o  prevent  any s i l v e r  
migra t ion  from t h e  s i l v e r  used a s  a  conductive d i l u e n t  i n  t h e  nega- 
t i v e  f o r  t h i s  longer  l i f e  cyc le  t e s t .  The e l e c t r o l y t e  was an aqueous 
s o l u t i o n  of 38% KOH. This  h ighe r  concent ra t ion  i s  normally used i n  
our  silver-cadmium c e l l s .  

a .  Pre-Cycle Tes t ing  

c a p a c i t i e s  f o r  t h e  f i v e  c e l l s  a r e  shown i n  Figure 50, F igures  
51 and 52 show t h e  two C/10 d ischarges ,  F igure  53 shows t h e  second 
~ / 5  cyc l e ,  and Figures  54 and 55 show t h e  two C / 1  cyc les .  The 
average capac i ty  r e s u l t s  a r e  summarized i n  Table XEVIIP. 

TABLE XLVIII. - AVERAGE PRE-CYCLING CAPACITIES 























After  completion of t he  pre-cyc l ing  t e s t s ,  t h e  t e l l s  were placed 
on a  one-week cyc le  a t  50% depth of d i scharge ,  The cyc le  cons i s t ed  
of a  30 minute d ischarge  a t  t h e  ~ / 1  (0 ,6  A )  r a t e  and a  60 minute 
charge a t  0 ,33 A ,  The r a t e s  were chosen based on t h e  ~ / l  capac i ty  
d a t a  obtained i n  t he  pre-cyc l ing  t e s t s ,  

Table XLIX shows end of d i scharge  vol tage  versus  cyc l e  number, 

TABLE XLPX, - END OF DISCHARGE VOLTAGE 
Vs CYCLE NUMBER 

* EODV= End of Discharge Voltage 

The end of d i scharge  vo l t ages  shown t o  be lower than t h e  previous 
c e l l s  a r e  apparent ly  due t o  t h e  increased  c e l l  impedance due t o  
t h e  u s e  of t h e  c e l l u l o s i c  s e p a r a t o r  and 38% KOH, as  opposed t o  
non-woven nylon and 34% KOH used previous ly .  On eyc le  113, t h e  
d ischarge  was allowed t o  cont inue  u n t i l  t h e  c e l l s  reaehe  
i n  order  t h a t  t o t a l  c a p a c i t y  be determined, The r e s u l t s  a r e  
shown i n  F igure  56. The t o t a l  capac i ty ,  a f t e r  cyc l ing ,  was 
0.54 Ah compared t o  0.63 Ah p r i o r  t o  cyc l ing ,  o r  a  capac i ty  r e t en -  
t i o n  of 86% from t h e  s t a r t  of cyc l ing .  

c .  Post  Cycling Tes ts  

Af t e r  completion of cyc l ing ,  t he  c e l l s  were subjec ted  t o  two 
cyc le s  a t  each of t h e  fol lowing r a t e s :  ~ 1 1 0 ,  C/5, C / l ,  The 
r e s u l t s  of t hese  t e s t s  a r e  shown i n  Figures  57-59 and summarized 
i n  Table L. 

TABLE Lo - :3 

STANDARD CdO 

CAPACITY 

0-70  Ah 
0,60 Ah 
0,40 Ah 
0.68 Ah 
0.60 Ah 
0.37 Ah 



The p o s t  c y c l i n g  c a p a c i t y  d a t a  indicate a  c a p a c i t y  rerentrsn 
of 75% for ~ / l 0  and @/5, and 60% f o r  ~ / l  a s  lzompared t o  tb-e prz-  
c y c l i n g  c a p a c i t y ,  

Af t e r  t h e  pos t  cyc l ing  c a p a c i t y  de te rmina t ion ,  t h e  ce l l s  were 
rep laced  on cyc l e  and were allowed t o  remain on c y c l e  f o r  an 
a d d i t i o n a l  600 cyc l e s .  The c e l l s  completed t h e  600 cyc l e s  with 
and end of d i scharge  vo l t age  of 1,10 V, 

A t y p i c a l  d i scharge  curve  f o r  cyc l e  500 i s  shown i n  F igure  60, 





CONCLUSIONS 

The d a t a  accumulated during t h i s  i n t e n s i v e  26 month s tudy lead t o  t h e  
fol lowing conclus ions ,  

A.  Pasted e l e c t r o d e s  f ab r i ca t ed  from mixtures  of Cd(0H) and CdO yielded 
ii e l e c t r o d e s  wi th  e lec t rochemica l  u t i l i z a t i o n  (21%) on h i g  r a t e  cyc l ing ,  

I n  a d d i t i o n ,  t h e i r  phys ica l  i n t e g r i t y ,  a f t e r  cyc l ing ,  was so  poor t h a t  a  
l a r g e  percentage of m a t e r i a l  separa ted  from t h e  c a r r i e r  ( s u b s t r a t e )  and 
f e l l  o f f .  

B .  S in t e red  e l e c t r o d e s ,  those  f ab r i ca t ed  by impregnating a  s i n t e r e d  
s i l v e r  plaque wi th  Cd(OH)2, showed moderate u t i l i z a t i o n  (45%) on high 
r a t e  cyc l ing .  However, because of t h e  weight and volume of t h e  s i l v e r  
s i n t e r ,  t h e i r  capac i ty  per  u n i t  weight and volume was cons iderably  l e s s  
t han  f o r  pressed type e l ec t rodes .  

The low capac i ty  per  u n i t  weight and volume make them imprac t i ca l  f o r  
u se  i n  silver-cadmium c e l l s .  Sealed silver-cadmium c e l l s ,  f ab r i ca t ed  wi th  
t h e s e  e l e c t r o d e s ,  were negat ive  l i m i t i n g  and l a s t e d  l e s s  than  20 cyc le s ,  
w i t h  f a i l u r e  due t o  severe  s i l v e r  migra t ion  (Figure A-1). 

C. Pressed e l ec t rodes  of t he  s tandard  type,  3Cd0: 1Cd(OH)2, have a  u t i l -  
i z a t i o n  of about 40% on high r a t e  cyc l ing .  The e l ec t rodes  have f a i r  
green s t r e n g t h  and show minimal l o s s  of m a t e r i a l  on cyc l ing .  

Fu r the r  i n v e s t i g a t i o n s  ind ica t ed  t h a t  u t i l i z a t i o n  was n e i t h e r  a  func t ion  
of p re s su re  nor a  func t ion  of t h e  amount of s i l v e r  added a s  a  conduct ive 
d i l u e n t .  

S i l v e r  cadmium c e l l s  cons t ruc ted  w i t h  t h e s e  e l ec t rodes  have completed 
342 c y c l e s ,  a t  50% depth of d i scha rge ,  wi th  end-of-discharge vo l t ages  of 
1.07 v o l t s .  

D. Pressed e l ec t rodes  of  t he  t e f lona ted  Cd(ONI2 type  have high r a t e  
cyc l ing  u t i l i z a t i o n s  of about 65%. I n  a d d i t i o n ,  t h e  e lec t rochemica l  
u t i l i z a t i o n  remains cons tan t  over a  number of cyc l e s ,  r a t h e r  than  s t e a d i l y  
decreas ing  a s  do s tandard type pressed e l ec t rodes .  

These e l ec t rodes  have good green s t r e n g t h ,  and a f t e r  cyc l ing ,  show 
e x c e l l e n t  adhesion t o  t he  s u b s t r a t e  wi th  no s i g n  of m a t e r i a l  l o s s ,  b l i s t e r -  
i n g ,  o r  c racking .  

Due t o  t h e i r  high u t f l i z a t i o n  and c a p a c i t y  r e t e n t i o n ,  t hese  e l ec t rodes  
can be made l i g h t e r  by us ing  l e s s  a c t i v e  m a t e r i a l s ,  thus r a i s i n g  t h e  
energy d e n s i t y  of silver-cadmium c e l l s .  

Silver-cadmium c e l l s  cons t ruc ted  wi th  these  e l ec t rodes  have completed 
382 c y c l e s ,  a t  50% depth of d i scha rge ,  with end-of-discharge vol tages  of 
1 , 0 7  v o l r s ,  



E ,  Further investigations of teflonated cadmium electrodes have indicated 
that superior electrodes are produced when the teflonated  ater ria? is 
cadmium oxide, as prepared in our laboratory, s~arting from a battery 
grade cadmium nitrate and mercury cell grade potassium hydroxide, The 
particle size of the starting Cd(0H) should be controlled in order to 2 
produce e l ec t rodes  wi th  a  high BET su r f ace  a rea .  

I n  view of t h e  d a t a  presented  he re in ,  we may conclude t h a t  t h e  ob- 
j e c t i v e  of t h i s  program, " the development of a  non-magnetic cadmium 
e l e c t r o d e  which is r e s i s t a n t  t o  capac i ty  fading",  has  been achieved. 



A P P E N D I X  2 - - - - - - - -  

FAILURE ANALYSES REPOfiT 

NASA Form 5 1 2 2 1  





DATE : 10/31 /69  

CELL IDEh'TTFICATION: 
Lo t  So ,  C c l l  KO. 1 ~ c s t  so. Tc  f lona tc t l  Ct1(01i)2 

TEST COSDITIOKS : 
C y c l c  P e r i o d  12 h r s .  0 L, P 

Cl~argc 11 . i ~ r s  , 0 .3  mlps I .  2 . 5  saps 

FAILURE COSDITIOSS : 
Cycles  t o  f a i l u r e  259 D n ~ c  10 /30 /69  

1 
Cause o i  i a i l u r c  s i l v e r  1iii;;sntion 
End o f  d i s c l ~ a r g c  v o l t a g c ,  l a s t  c y c l c  0 .0  V 

a. Lc~nkngi .  None 
b. OClf 1 h r ,  n f r c r  t e s t  0 . 0 V 
c. I n i t i a l  w i g h t  Hot t-nl-vn ; ms 

F i n a l  weight: K / A  cyn s 
We i g i ~ t :  clian~;c ~ / i \  ;;a s 

d .  P ; ~ c n o l p h t h a i c i n  
e. Case i n s p e c t i o  
f. R e s i d u a l  c a p a c i t y  0 

I hTE=:;iL I ?;S PECTION : 
a .  A c t i v e  m a t e r i a l  i n  c n s c  Minimal 
b. Pack w c t n c s s :  F r c c  KOii X ; m o i s t  ; dl-)?F 
c .  ;.:igratcd a c t i v e  m a t e r i a l  Sornc  or^ sc .pnrn tor  
d .  T c m i n c l l s  Cood 

P l a t c  t a b  
e. Xcgar ive  

Aitcr rcciiar-gc' 5 . 0  A;; 
P o s i t i v c  pack c a p a c i t y :  A s  Cni icd  0 &I 

A t c c r  rcc i lorgc  2 . 1  Ah 
f. No. of plotcs: P o s i r i v e  ; ru'cgativc 9 



SEPXRitTGR 1 XSPECTLON 
FRCIL TOP, (+) TEQlIl\?ttL ON &El?%" 

POLIRITY ( C )  



s EI '~ \R ,~T~)R %ssatEers%ex 
FRmt BOP, (+) "B"DfPXAL ON LEi:T 

Silver penetration through both separators 



Good - No material loss or cracking 





DATE: 101321'69 

C E L L  I DEhTIFICtlTION : 
Lot XO, C e l l  NO* 2 ~ c s t  NO, Teflonated Negs. 

TEST COSDITIOSS : 
Cycle Pcriod l2 h r s .  Temp. 2  5 O C  

Chargc 11 l ~ r s ,  0 . 3  ampa Discharge 1  h r s . ,  2.5 amps 

FAILURI: COhVITIOXS : . 
Cycles t o  f n i l u r c  277 10124169 
C a u s c o f  f a i l u r e  S i l v e r m i g r a t i o n  
End of d i scha rge  volcagc ,  l a s t  c y c l c  0.0 V 

EXTERYAL ISSPECTION: 
3. Lcnkngc Non 
b. OCV 1 h r .  n f t c r  t c s t  0 .0  V 
c. I n i t i a l  w c i g l ~ t  Not tnlccn ,gas 

F i n a l  weight V I A  !;a s 
i;ns 

f .  Residual  c a p a c i t y  0 Ah 

I ~TERIIAL I XS PECTIOX : 
a. Acrivc n a t c r i n l  i n  c a s e  None 
b. Pack wctncss :  Frcc X ; moist: ; dry  - 
c .  ?:ir,rated n c t i v c  mntc r i a l  on sepa ra to r  
d ,  Tcnninals  

. P l s t c  t abs  
e .  Ncgativc pack c a p a c i t y :  As f n i l c d  0.25 

A f  t c r  rcciinri:o 4 . 7  A h  
P o s i t i v e  pack c a p a c i t y :  As f a i l e d  0 Ah 

A f t e r  r c c l ~ a r ~ c  
f .  No, of p l a t e s :  P o s i t i v  ; Nc 



SEP:IRATclK 1XSPI:C"FION 
FKQl TOP, (+) TEI3IISAL ON LEFT 

Remarks : 



POLARITY (-1 

Remarks: Silver migration through both separators 



15L\TE ZSS l'I:C:"leIOS 
F%@t TOP, (+) TEiUiISXL ON I,llli;"a: 

Remarks : 



Remarks : 



SXSA COST&'\CT NO, : NAS 3- 11829 

DATE : 

CELL IDENTIFICATION: 

REPORT SO, : 

L o t  No. C e l l  No. 3 T e s t  xo .Te£ lona ted  Cd (OH)2 

TEST COSDITIOSS : 
C y c l c  P e r i o d  1 2  h r s .  Temp. 2 5 "C 
C l ~ a r g e  11 h r s ,  0 . 3  D i s c h a r g e  1 h r s . ,  2 .5  saps 

FAILURE COXDITIOKS : 
C y c l e s  to  f a i l u r e  175 Da te  9/3/69 
Causc o f  f a i l u r e  s i l v e r  m i g r a t i o n  
End of d i s c h a r g e  v o l t o g c ,  l o s t  c y c l e  0.0 V 

E>ITERY;AL ISS PECTION : 
a .  Lcnkagc None 
b. OCV 1 Irr. n f t c r  t c s r  0 .0  v 
c. I n i t i a l  w e i g h t  Not t aken  i::;, s 

F ina  1 wc ij;h t N /A gcis 

d. 
c .  Cast i n s p e c t i o n  Good c o n d i t i o n  
f .  R e s i d u a l  c a p a c i t y  0.0 Ah 

A c t i v c  m a t c r i a l  i n  c n s c  None 
Pack w e t n e s s :  F r c c  KO11 X ; moist: ; dry__ 
> I i g r a t e d  n c t i v c  m a t e r i a l  On s e p a r a t o r  
T e r m i n a l s  Good 

X c g a t i v c  pack c a p a c i t y :  As f a i l e d  ~ o t  tnlten Ah 
A f t e r  r c c h a r ~ e  7.4 ii h 

P o s i t i v e  ?rick c n p a c i r y :  As r a i l e d  0 "41 

No. of p la tee :  P o s i t i v e  

C/10 c h a r g e  
2.0 A c h a r g e  



Remarks : 



SErXRr"r'Ct7R %SSII"I:CT%oN 
FRa'S TOP, ($1 TE&lIn'ritL 8% LEI;l' 

Good Good 

Remarks: Silver Penetration througlr separators 



Pti lTE ISSPECTION 
FRcXl TOP, (4-1 'FElt\tPXt\L ON LEFT 

PI,:\TZ NO. I CO?:I)T'CJON I 
2 I Good - No cracks or loss of active material 

I 

Renarks : 



P U T E  TSS PEGTION 
'FZ@I TOP, (+I ZIE=IEAUL Oii' LET;"F 

Remarks : 



M S A  COSTiUiCT KO, : NAS 3- 11829 

REI'ORT SO.: 

CELL ~D~~I\TIFICATION: 
Lot No. C c l l  Eio, 5 

TEST COSDITIOSS : 
Cycle  P e r i o d  12 h r s .  'i'cmp. 2 5  "C 
Charge 11 . hrs ,  0.3  nmpu Discharzc 1 h r o . ,  2.5 m p s  

TAXLURE COSDITIOSS : 
Cycles  t o  f a i l u r e  255 D n t c  1011 3/69 
Causc o f  E a i l u r c  s i l v e r  mint-ntion . . 
End of d i s c h a r ~ c  v o l t a g e ,  l a s t  c y c l e  0.0 V 

a. L c n l t n ~ c  None 
b. OCV 1 lir. a l t e r  test 0.91 
c. I n i t i a l  w c i g l ~ t  Not: tal ten gxs  

F i n ~ l  wcigil t  td /A  P s  
pl s 

e .  Case inspection Good condj  tion 
f .  R e s i d u a l  c a p a c i t y  0 Ah 

ZhTEKSAL XSSPCCTIOS: 
3. A c t i v e  m n t c r i a l  i n  C , - I S ~  None 
5 .  Pack w e t n e s s :  Frcc 't:Oli X ; moist -- ; ('r;.' - 

. c .  ? f i g r a t c d  n c c i v c  m a t e r i a l  on s e p a r a t o r  - 
d .  T c m i n n l s  Cnnc.1 , - - -  - 

P l a c e  cabs  Good 
e .  Xcgnrivc  pack capacity: A s  fniZed 0 

P o s i t i v c  pack capac i ty :  

f ,  No, of p l a t e s :  P o s i t i v e  







POLARITY ( ) , 

Good - No cracking, c r a z i n g  or blistering 

Renarks : 



POLARITY (- ) 



SILVER- CADMIUM CELL SHOWING 

SEVERE SILVER MIGUTION 





A P P E N D I X  -,,,,,-, 11 

ELECTRODE PROCESSING SPECIFICATIONS FOR 

TEFLONATED CADMIUM ELECTRODES 





I, RAW MATERIAL SPECIFICATION 

The raw m a t e r i a l s  used i n  t h e  f a b r i c a t i o n  of t h e  t e f lona ted  cadmium 
e l ec t rodes  a r e :  

1. B a t t e r y  grade cadmium n i t r a t e  s o l u t i o n  - s p e c i f i c a t i o n  a t t ached .  

2.  Solvay mercury c e l l  process  potassium hydroxide - s p e c i f i c a t i o n  
a t t ached .  

3 .  S i l v e r  powder, 1 1 - 1 6 b  p a r t i c l e  s i z e  - Handy & Harman Silpowder 150. 

4 .  Tef lon  Emulsion - Dupont P-30 type.  

5. S i l v e r  s u b s t r a t e s  - expanded s i l v e r ,  99.9% f i n e  s i l v e r .  The sub- 
s t r a t e s  a r e  0.010" t h i c k  and have a  mesh s i z e  of 0.093". 

11. PREPARATION OF CADMIUM HYDROXIDE Cd(OH)2 

Ba t t e ry  grade  C d ( ~ 0 ~ ) ~  s o l u t i o n  i s  maintained a t  a  concent ra t ion  of 
8.26N. B a t t e r y  grade aqueous KOH i s  maintained a t  a  concent ra t ion  of  8.07N. 
To a given amount of t h e  Cd(N03)2 s o l u t i o n ,  a  q u a n t i t y  of KOH s o l u t i o n ,  
2% i n  excess  of t h e  s to i ch iome t r i c  amount, i s  r a p i d l y  added (poured i n  a l l  
a t  once) .  The p r e c i p i t a t e  of Cd(0H) i s  washed wi th  deionized water and 
f i l t e r e d  t o  remove t h e  superna tan t  f l u i d  conta in ing  t h e  excess KOH. The 
p r e c i p i t a t e  is  washed u n t i l  t h e  f i l t r a t e  i s  n e u t r a l .  The p r e c i p i t a t e  i s  
then d r i e d  a t  70°c, Af t e r  drying,  i t  i s  ground and passed through an 
80 mesh screen .  A t  t h i s  p o i n t ,  t h e  m a t e r i a l  i s  analyzed f o r  p u r i t y  a s  
descr ibed  i n  Sec t ion  11 

111. ANALYSIS OF CADMIUM HYDROXIDE 

An amount of cadmium hydroxide i s  d r i e d  a t  275O~ f o r  24 hours .  This 
conver t s  t h e  Cd(OH)2 t o  cadmium oxide and removes any moisture.  Af t e r  
drying,  t h e  CdO i s  cooled i n  a  d e s s i c a t o r .  

An a c c u r a t e l y  weighed amount of CdO i s  d i sso lved  i n  d i l u t e  n i t r i c  
ac id .  Cadmium hydroxide i s  r e - p r e c i p i t a t e d  by t h e  add i t i on  of an excess  
of 5% KOH. So l id  potassium cyanide (KCN) i s  added u n t i l  t he  p r e c i p i t a t e  
r e -d i s so lves .  

The cadmium i s  then  determined by e l e c t r o p l a t i n g  onto a  platinum 
cathode. A minimum p u r i t y  of 99.5% i s  r equ i r ed .  



S V ,  PREPARATION OF ELECTRODE M I X  

The e l e c t r o d e  mix i s  made by weighing a  po r t ion  of Cd(OH)2, S i l v e r  
powder, 11-16p4 p a r t i c l e  s i z e ,  i s  added i n  t h e  amount of 5 weight percent ,  
Next, 5  weight percent  of P-30 t e f l o n  emulsion (Dupont) i s  added. A 
minimum amount of d i s t i l l e d  water  i s  added and t h e  mixture  i s  thorou,ghly 
blended. The mixture i s  now d r i ed  a t  70°C f o r  24 hours.  Af t e r  dry ing ,  
t h e  m a t e r i a l  i s  passed through a  20 mesh screen  ( s i m i l a r  t o  window screen-  
i ng ) .  The mix i s  now teflon-bonded by f i r i n g  a t  2 7 5 ' ~  f o r  20 minutes.  
This  bonded mix i s  then  passed through an 80 mesh s i eve .  

V. ELECTRODE FABRICATION 

The amount of m a t e r i a l  requi red  f o r  each e l e c t r o d e  i s  c a l c u l a t e d  by 
t h e  f a b r i c a t o r .  One-half t h e  requi red  amount i s  weighed out  t o  t h e  n e a r e s t  
0.01 gram. This  m a t e r i a l  i s  evenly d i s t r i b u t e d  us ing  a  spreader  t h a t  j u s t  
f i t s  t h e  mold c a v i t y  on t h e  bottom of a  c a v i t y  mold. The s u b s t r a t e  i s  
placed i n  t h e  mold and t h e  second h a l f  of t h e  e l e c t r o d e  mix i s  evenly 
d i s t r i b u t e d .  The mold i s  c losed  and pressed a t  7  t o n s / i n 2  f o r  20 seconds 
t o  a  d e n s i t y  of 3.18 g / cc  of Cd(OH)2. The e l e c t r o d e  i s  removed from t h e  
mold and any excess m a t e r i a l  i s  trimmed away. The e l e c t r o d e s  a r e  then  
s to red  i n  sea led  p l a s t i c  bags u n t i l  they a r e  ready t o  be assembled i n t o  
c e l l s .  

V I .  FLOW CHART 

A flow c h a r t  f o r  t h e  e n t i r e  ope ra t ion  i s  a t tached  a s  F igu re  A-2. 





SPECIFICATION, POTASSIUM HYDROXIDE 

(FOR ELECTROLYTE) 

Th i s  m a t e r i a l  s h a l l  be Solvay-Mercury C e l l  P rocess  Potassium Hydroxide, Premium 

Grade, 45% Liquor  having t h e  fo l lowing  ana lys i s :  

KOH 

NaO 

T u r b i d i t y  

45 - 46% 

0,06% Max. 

0.005% Max. 

0.10% Max. 

4 PPM Max. 

1 PPM Max. 

5 PPM Max. 

None 

None 

98.0 

GuEton D r a w i n g  No- A-5374 



CBEMICa PURITY SPECIFICATIONS 

BATTERY GRADE CADMIUM NITRATE PURIFIED 85% SOLUTION - APPROX, 

Clear ,  c o l o r l e s s  s o l u t i o n ,  f r e e  from suspended 

ma t t e r  o r  sediment 

S p e c i f i c  Gravi ty:  1.90 a t  120°F 

Maximum Limi ts  of  I m p u r i t i e s  on t h e  Following: 

Chlor ide (C1) 0.004% 

S u l f a t e  ( SO4 1 0.005% 

Arsenic  (AS 0.001% 

Copper (CU) 0.005% 

I r o n  (Fe) 0.002% 

Lead (Pb) 0.005% 

Zinc (zn)  0.05% 

Ammonia 0.01% 

Free Acid Content ,  HN03 0.05% Min. 

T o t a l  o t h e r  i m p u r i t i e s  

0.15% Max. 

0.1% 

N o t e :  Above limits of i m p u r i t i e s  a r e  on a 

c r y s t a l  b a s i s  a s  Cd (NO3) 2 . 4H20. 

Gulton Drawing N o .  
A-551-13119 
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